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PIi£F^ 

The University of Lonaon has recently instituted a 
Diploma in Household and Social Science, which is 
awarded to students who take a three years’ course in 
the Household and Social Science Department of King’s 
College for Women, and who pass the University ex- 
amination in the various subjects of'the course. 

This University Diploma replaces that which has 
^ been given by the College for some years past. 

In«the first year of the course the standard of the 
work in Inorganic Chemistry is practically the'Wme as 
that erf - an ordinary Intermediate B.Sc. coursef In t^ 
second year a study is made of such Organic and 
Physical Chemistry as will serve as a basis rfor the 
courses of instruction in Applied Chemistry and Physip-i 
logy. In addition, the students also gain further exper- 
ience of quantitative methods. 

In the course of Applied Chemistry, nn the third yeajr, 
it has Seen found impossible tOvNmake use of any one 
existing text-book for either 'the theoretical or practical 
work, and it is koped that this book will supply a want 
wHiclf has been fejt Tor some time, not only this 
college, but also m other"* universities and training 
schook 

* The tectures of the Applied Chemistry course deal« 
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more especially >lith the theoj-etical aspect of th| subject, 
and althougT^ it is intended that this volume*^should 
be, prinRaril^ a practical book, in^some case# a certain 
amoilnt of theoretical piatter has been introduced. 

The experiments described deal with Water Analy- 
sis, Detergents, Textile Fabrics, Bleaching Agents,* 
Ventilation, Fuels, Paints, Polishes, etc. A sgcond 
volume dealing with Foods is in preparation. 

Some of the experiments described are of a very- 
elementary character and in the ordinary way are not 
carried out by third year students, as they have pre- 
viously been performed by them in connection with the 
courses in Physics and Pure Chemistry. On the other 
hand, some of the experiments described are only per- 
formed in the lectures. 

In some cases the experiments deal more particularly 
Vith problems relating to household matters, and are not 
performed in the Chemical Laboratory, but form part ^ 
of the"' work in the Kitchen Laboratory. This work is 
carried \)ut in conjunction with the work in Applied 
foemiltfy to meet the special needs of 'students of 
iousehold Sci^ce. Such experiments, denoted by two 
isteriste, are of a more specialised nature than the 
najority of those described. 

Although the book is primarily intended for students 
in jheir third year, certain portions of it may be used for 
tlje instruction of* other students who have not previously 
taken the two years' instruction in Pure Chemistry. 

^ It is also hoped that the complete book will be of 
jse to students preparing for the Diplomas and Degrees 
in Puyic Health of the various uhiv^Rrsities. 

- We wish to take this opportunity of expressing our 
thsw^ks to Sir Herbert jacfeo'n and Mr. H. L. Smith, 
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who initfited the course in. Applied Cliemistry, for the 
great ajfsistance we have received from th^ir work. 

We a%o wish thank Dr. J. J. I^ox,*of the 
Government Laboratory, for information with /egard 
to the method^ of analysis of paints, polishes, etc. 

For the use of blocks for illustrations we are 
much indebted to Messrs. Baird & Tatlock (London) 
Ltd., Messrs. J. J, Griffin & Sons, Messrs. Alexander 
Wright & Co. Ltd., and th^ Richmond Gas Stove 
and Meter Co. Ltd. 

C. K. T. 

H. M. 

King’s College koji Women, 

Campden Hill Road, 

Kensington, W. 
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Chapter I. 

WATER ANALYSIS. 

In this course we are concerned only with the actual chemical 
operations involved in the determJhation of those constituents 
of natural waters which are taken into consideration in arriving 
at a decision as to whether or not a given water is fit for 
domestic purposes. The correct interpretation of these results, 
and also a study of the evidence as to the suitability of a water 
for a particular purpoiie, obtained from a bacteriological ex- 
amination and from an inspection of the source of a water, is 
dealt with in another part of the course. 

It should be pointed out that in most cases the substances 
to be determined are present in very minute quantities, and* 
considerable skill and attention to detail are required in order 
to obtain results which shall be of any value. 

The? methods to be described include those which are 
usually employed for the determination of total solids, •free and 
albuminoid ammonia, chloride, nitrates and nitrites^xygtfn 
absorbed and hardness. The action of water on lead is also 
considerejiJ. 

TAKING A SAMPLE OF WATER FOR ANALYSIS. 

• 

Allow at least lo gallons of water to run to waste before 
collecting a sample for analysis, and make sure that the water 
is drawn from a tap attached directly to the water main aifd 
not fron^ one to which the water is supplied from a cijter*. 
It extremely important that the bottle in which the water is 
collifscted should be perfectly clesfli, and it should not have been 
jsed previously for^ storing a solution of ammonia or an arft- 
n:\pnhim salt 

PRElllMINARt TESTS. 

(a) Test with red and blue* litmus paper to ascertain tf the 
wmter is alkaline or acid to litmus. 
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f 

{b) Warm some of the water in a test-tube and notice if 
mere is any smell. A polluted water may evolve 
sulphuretted hydrogen. ^ f 

(c) Allow jome of fhe water to stand in a^, 
conical settKng tube (Fig. i). B/ turning the 
stopper of the tube through a fight angle any 
sediment which has settled in the depression in 
the stopper may be separated from the large 
volume of water above it. Any sediment thus 
obtained should be examined under the micro- 
scope, see Plates in *‘The Examination of Watersr 

Fig. I. and Water Supplies/' by Thresh (Churchill). 

TOTAL SOLIDS. 

Clean thoroughly (inside and outside) a 3" porcelain * (or 
platinum) basin. Dry in the steam ov^n for at least half an 
hour, cool in a desiccator and weigh accurately. 

Place 50 C.C. of the water (measured with a pipette) in the 
basin and evaporate on a water bath ; when nearly dry add 
-another 50 c.c. of water and evaporate to dryness. 

Clean the outside of the dish and heat in the steam oven 
for one hour. 

Cool in a desiccator and when cold weigh quickly, as the 
residue r/ill probably be deliquescent 
c Reb^at in steam oven for half an hour and continue the 
process until the weight is constant. 

Express thej-esult as Total Solids per 100,000 parts of 
water. ^ 

(Note milligrams per 100 c.c. = parts per 100,000.) 
f The amounts of the various constituents of natural Waters 
are usually expressed as parts per 100,000 ; they are, however, 
sometimes represented as grains per gallon. Since l gallon 
of water ~ 70,ooq grains, parts per 100,000 x 07 = parts per 
;^,0(ro, i.e. grains per gallon. < 

The results obtained ma^y vary from about 4 parts per 
ipo,ooo for an upland surface water to 60 or more parts per 
100,000 for a shallow well water. A water containing more 
than 50 parts of total solids per 100,000 will usually ^be usi- 
suitablfe for domestic purposes. 

After the weighing of the Sish for total solids is completed, 

* A round*b(Htomed glass basin is more suitable if the residue is not to be 
ignited. ^ 




AMMOKIA iN WATER 


if a por(!blain basin has been used, ignite the residue over a 
Bunsen burner and note that charring takes pface, due to the 
presence offprganic ma|J:ter in the residue. • . . 

, For the methods emf)loyed fof the quantitative analysis of 
the residue cJbtained by the evaporation of a water, set “ The 
Examination o? Waters and Water Supplies,” by Thresh 
•(Churchill). 

• FREE (AND SALINE) AMMONIA. 

In this process a measured volume of the water is distilled 
*with a little sodium carbonate.# The minute quantity of 
ammonia which is present in the water, either in the free state 
or as ammonium salts, as a result of the decomposition of 
nitrogenous organic matter, is obtained in the first portion of 
the distillate, and its amount is determined colorimetrically 
by means of Nessler solution. This solution contains mercuric 
iodide dissolved in water containing potassium iodide and 
potassium hydroxide. 

The compound Hgl2 . 2KI or K2Hgl4 is soluble and 
colourless. By the action of ammonia on this substance a* 
yellowish-brown insoluble substance, dimercuric-ammonium 
iodide, is produced as follows : — 

. 2 Hg'T 2 + 4NH8 NHg'y + 3 NH,I. 

This reaction affords an extremely delicate tes^for the 
presence of ammonia: even i part of ammonia in 100,000,000 
of water can be detected by means of the recent. 

If th&^mownt of ammonia is small no precipitate is obtained, 
but only a yellowish-brown coloration, and by matching the 
colour obtained on the addition of Nessler solution to a dilute 
solution of ammonia with that obtained by employing a solu- 
tion of ammonium chloride of known concentration, the 
amount of anwionia present in the former ^solution is deter- 
mined. ,The process is usually known as “ nesslerising • 

A solution of ammonium chloride is employed rather than 
a solution of ammonium hydrojfide, as it would be impossibje 
to keep such a dilijte soIiSion of ammonia at a definite concen- 
tration. The free alkali ^in the Nessler solution liberates the 
ammonia from the arftmojiium chlbride. 

The determination of ammorrfa in a water should, if possioie, 
be carried out in a room in*which^no bottle containing am- 
monia solution is kept, and should be carried oilt as soon as 
pSssible after the bottle contatning the sample has l^njDpened. 
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Preparation of Solutions etc. required for the Defcermina- 
tion of Free (and Saline) and Albuminoid Ammonia. 

^Nessler Solution . — Dissoive 62*5 gms. of pota. 4 ium iq^ide 
in 250 c.c. of distilled w^ter. To 240 c.c. of this^solution add 
a saturated solution of mercuric chloride urftil a slight per- 
manent precipitate persists after shaking. Add the remain-- 
ing 10 C.C. of the potassium iodide solution, which will cause 
the precipitate to redissolve, and add gradually more of the 
saturated solution of mercuric chloride until a faint precipitate 
is produced. 

Dissolve 1 50 gms. of p6tassium hydroxide in about 1 50 
C.C. of distilled water and when cold mix with the potassium- 
mercuric iodide solution. Dilute to 1000 c.c., and after allow- 
ing the solution to stand decant the clear liquid into a bottle. 
The bottle should be fitted with a rubber bung and not with 
a glass stopper. i 

Ammonium Chloride Solution , — A solution of this salt is 
required containing ammonium chloride equivalent to i part 
of ammonia in ioo,cx)0 parts of water. 

• Owing to the very small amount of the salt which would 
be required to make up i litre of such a solution, it is qsual 
to make in the first place a solution which is fifty times as 
concentrated as that finally required, i.e. 50 parts N 4 i, per 
loo,ocX)*c.c, or 0*25 part NHg per 500 c.c. 

* Frctts the relation 

NH.Gl NH3 

53*5 NH4CI contain 17 gms. 

( 0787 gm. „ contains 0*25 gm. „ 

Weigh out exactly 0787 gm. of pure ammonium chloride, 
dissolve in ammonia-free water * and dilute to 500 c.c. Shake 
tfie solution well ^ and dilute 10 c,c. of it to 500 c.c. with 
afeimenia-free water. 

I c.c. of this solution =* 0*00001 gm. NHj, i.e. i part NHj 
pjer 100,000. 

If 500 C.C. of the water under examina|ion gave ammonia 
corresponding to i c.c. of this solutiqn, it is obvious that 

^ * If on testing the ordinary disfiKed water ^[50 c.c.) with i c.c. of Nesslet 
. solution in a cylinder more than the faintest coloration is observed after stirring 
and albwing to stand two minytes, the* water should be re-distilled after the 
addition of a little sodium carbonate (seep. 3), the first portion of ^e distfUatg 
>cing rejected, and a itock of ** ammonia-^ ” water obtained, * 
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500 Ic. of the water contained oooooi gnj. ot tree (and 

saline) ammonia. * 

♦ r.i* 4.- j 0*00001 X 100,000 

1 00,000 of the watjjrxontained ? « ot)02 

4 500 . 

gm. of free ^and saline) ammonia. 

That is, if 5*00 c.c. of water are employed for the test, each 
*c.c, of the ammonium chloride solution required corresponds to 


0*002 part of free (and saline) ammonia per 100,000. 

Ignited Sodium Carbonate , — Heat a little pure sodium 
carbonate for half an hour in a procelain basin to drive off any 
ammonium salt which may be present as impurity. Sodium 
carbonate made by the ammonia-soda process invariably con- 
tains traces of ammonium salts, so that the ignition of this 


substance before use is essential. 


Alkaline Permanganate (for albuminoid ammonia). — ^Weigh 
out approximately 50 gms. of potassium hydroxide. Dissolve 
in about 300 c.c. of Vater. Add 2 gms. of potassium per- 
manganate and boil in a conical flask for about an hour. 

Cool the solution and dilute to 250 c.c. For the experi- 
ment described on p. 8, 50 c.c. of this solution is diluted with 
distilled water to 250 c.c. and the mixture boiled for half an 


hour. 


The Determination of Free (and Saline) Amponia. 

* Fit up the apparatus as shown in the diagram^Eig. ^). 
The rubber bungs used should be such as are only employed 
for this particular determination.* Place about 700 c.c. of dis- 
tilled water in the flask and add about l gm. of recently ignited 
sodium carbonate. Heat the flask over a wire gaiize by means 
of a large burner and collect the distillate in a 50 c.c. Nes^ler 
cylinder. The distillate should be quite cold. To the second 
portion of the distillate (50 c.c) add i c.c. Nessler solution 
by means of a graduated pipette. Stir with a glass rod ^nd 
allow t(f stand for two minutg^. • 

If any coloration is observed, when viewed from above 
over a white tile, distil further portions until one is obtained 
which gives no (feloration with the Nessler reagent. When 
this is the case the syppsfratus is ammonia-free. ^ 

The apparatus is n6w re^i^y to receive the water lAder 

IS 

* A more suitable flask is one 'fitted Miith a ground-in ^lass stifpper, as 
u^onia be given off from the rubber bung and so rendbr it difficult to ob- 
uun the apparatus ammonia-ficse V. * 
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examination, but for practice in matching the coloum of solu- 
tions it will advisable to carry out a test in which the total 
amount of ammonia to be determined is known, f 
* *Co^ol^the distilling flask under the and add *5 c.c. oj the 
dilute solution of ammonhim chloride * from a burette. [Take 

care that nt)ne of the solu- 
tion runs down the side* 
tube of the distilling flask.] 
If the volume of wafter in 
the flask is less than about 
half a litre add ammonia- 
free water to make it ap- 
proximately this volume. 

Add about i gm. of 
recently ignited sodium 
carbonate, distil and col- 
lect the distillate in 50 c.c. 
portions in four Nessler 
cylinders. The cylinders 
should be plainly marked 
in the order in which they 
are used. 

To the contents of the 
second cylinder add t c.c. of 
Nessler solution, stir and 
allow to stand as before. 

In a fifth cylinder place i c.c. of the dilute solution of am- 
monium chloride (l c.c. = o-ooooi gm. NH3) pleasured from 
a burette and add ammonia-free water to the 50 c.c. mark. 
Nesslerise as before and compare the colour obtained with that 
obtained in the second cylinder. If the colour observed in the 
comparison cylinder (No. 5) is too deep repeat the process, 
using 0*5 c.c. of the. ammonium chloride solution. Similarly, 
if the colour observed in the comparison cylinder is too light 
repeat*the process, using i -5 or 2 c.c. of the ammonium* chloride 
solution. Find put exactly how much of the ammonium chlo- 
t ride solution is required to match the colour. It should be 
noted that ammonium chloride solution sh6uld no^ be added 
to the cylinder after the Nessler soliftiog has been added, dr 
tlnf Solution becomes turbid. 

After the colour in the second cylinder has been matched 

♦ I C.C. - o’ooooi gm.^NHg, see p. 4. 
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the cont^ts of the first, third, and fourth cylinders sliould be 
nesslerised, and the amounts of ammonia preset determined 
as in the former case. The total volume of ammonium chlo- 
ride^olution required ^ould obviously be 5 c.c., a^ thi 5 wasthfe 
amount put into the flask. The rease^i for matching the colour 
of the second cylinder first is that if the second cylinder re- 
•quires more than 5 c.c. of the ammonium chloride for match- 
ing, the first cylinder will contain so much ammonia that it 
canncrt be nesslerised directly, on account of the depth of the 
colour which would be obtained. In such a case the contents 
of the first cylinder would be diluted to 250 c.c. and 50 c.c. of 
this diluted solution then nesslerised. In the present experi- 
ment, however, the second cylinder must obviously require 
considerably less than 5 c.c. of the ammonium chloride 
solution. 

For the determination of the free (and saline) ammonia in 
the water under examination, when the apparatus is ammonia- 
free, place 500 c.c. of the water in the distilling flask, add 
about I gm. of recently ignited sodium carbonate and distil.* 
Collect the distillate, which should be quite cold, 50 c.c. at a 
time, in Nessler cylinders and continue the distillation until a 
portion of the distillate (50 c.c.) requires less than 0*25 c.c. of 
the ammonium chloride solution for matching the colour. 

Ncsslerise as before, using the second cylinder before the 
first for the reason given on page above. • 

{Note. — The water remaining in the flask will b^,.^equiped 
for the determination of the albuminoid ammonia.] 

From the total volume of ammonium chloride solution re- 
quired the amount of free (and saline) ammonia insloOjOOO 
parts of the water may be calculated. 

Example : — 

2nd cylinder 0*25 c.c. NH4CI 

1st „ ^ Q ,, „ 

Total 2-25 „ ■' „ 

500 C.C. of water contain o’ooooi x 225 gms. NHj. 

_ . 100,000 XM-T . 

/. 100,000 of w^ter contain 0*0000225 x • ■ gms. IW3 

= 0*0045 gm. 5?^*- 

* While the determination of the free ammonia is in progress, dilute 50 * c.q> 
of the alkaline potassium permanganate solution (p. 5) to 250 c.c.,«and boil* 
^e solution^or half an hour to remove any trace of ammon 4 a. This solution is 

r^nnir^tl in /.nnnjv.finn wifVi tVi<* flAMkrtnin'ifirkn nf tViA aIVtiiminnid flmmnnia in. SlO 
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The amounts of free (and saline) ammonia in natucal waters 
vary greatly. ‘tAs a rule, considerably less than O’Oi part per 
lOOjOCX) is found. It will be readily understood tliat the im- 
poFtapce of Ihe presence of guch a minfite amount' of amnjonia^ 
(or amuionium salts) in water must be an indirect one. It 
will, however, be pointed out elsewhere that efen such a small 
amount of free ammonia as 0‘0i part per 100,000 would prob** 
ably point to recent sewage contamination of the water, 
although it must be emphasised that no definite conclusion as 
to the purity of a water can be arrived at by the determination 
of any one constituent alone. 


ALBUMINOID AMMONIA. 

When all the free (and saline) ammonia has been removed 
the water remaining in the flask is distilled with a solution of 
alkaline potassium permanganate. The ammonia which is 
thereby produced results from the action of the alkaline per- 
manganate on nitrogenous organic substances, such as uric 
acid etc., which do not give ammonia when boiled with a 
dilute solution of sodium carbonate. The amount of ammonia 
so obtained, known as the albuminoid ammonia, can be deter- 
mined as in the case of the free ammonia. 

The Determination of Albuminoid Ammonia. 

The diluted solution of alkaline permanganate (50*c.c. of 
the original solution diluted to 250 c.c., see p.^5 ), which has 
been boijed for half an hour, is added to the water remaining 
^ in the flask after the determination of the free ammonia and 
thfc solution distilled. Care should be taken that none o'f the 
permanganate solution flows into the side tube of the flask. 

^Collect four portions of 50 c.c. in Nessler cylinders. 
Nesslerise the fourth first, and, if not free from ammonia, collect 
a fifths portion of the distillate. Nesslerise the third,* second, 
and first cylinders, and from tjje total volume of ammonium 
s chloride required for matching, calculate the amount of 
albuminoid ammonia per 100,000 of wateK. 

It may be observed that the albumipoid ammonia 4s ncA. 
evolved as rapidly as the free^ammoiiia, and that the second 
^yliinder often contains nearly as much* ammonia as the first 
This fe due to the fact that many nitrogenous organic sub- 
pStances are decomposed only slowly by alkaline penttanganatot., 
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The Amount of afl>uminoid ammonia in a drinking water 
does not as a rule exceed 0‘008 part per 1 0 ( 3 ^, 000 , although 
considerabl# variations in the amount of this constituent’ are 
^met^vith in different wafters, 

• 

After the determination of the albuminoid ammonia the 
distillation flask should be cleaned by means of a small quantity 
of concentrated hydrochloric acid. The apparatus is required 
later fbr the determination of nitrate (see p. 1 1 ). 


CHLORINE PRESENT AS CHLORIDE. 

• 

Chlorine is almost invariably in combination when present 
in water, usually in the form of sodium or calcium chloride. 

The determination of the amount of chlorine as chloride 
is very easily carried out, and is of great importance in afford- 
ing evidence as to whether or not a water is contaminated 
with sewage, which cdhtains a very large amount of chloride. 
Unlike the nitrogenous constituents of water, chloride when 
once present in water cannot be removed by any natural 
process. 

The possibility of the presence of chloride in a water due 
to admixture with mineral spring water or sea spray must not, 
* of course, be overlooked. 

The determination of the chloride in water is carried out 
by titration with a standard solution of silver nitrate, pot£^- 
sium chromate being used as indicator, as in the '"Ordinary 
process for the determination of sodium chloride in solution. 
No red silver chromate is formed until all the chloride has been 
precipitated. * 

Sdution of Silver Nitrate for Determination of Chlorine 
Chloride in Water . — A solution of silver nitrate is required of 
which I c.c. ~ 0’0005 gm. Cl. 

From the equation 

• AgNOs + NaCl NaNOa + AgCl 
170 3^5 . 


0*0005 Cl 


170 

35 ^ 


X 0*0005 RRi- AgNOg. 


.*. for 250 c.c. AgN( 5 ^ solution the amount of AgNOg^^e- 


quired - X 170 K^)^0005 ^ 0.5 
35 -S 

* Weigh 6ut on a watch glass 0-599 gm- silver nitrate, dis- 
- solve^io distilled water and dilute to 250 f.c. 
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The Determination of Chlorin^ as Chloride. 

• 

Measure out, by means of a pipette, two po^-tions of 50 
c.oi of tile w^ter to be tested into two^porcelain basins and add 
2 dro’^s of 10 per cent, potassium chromate soli^tion to^ach.*^ 
Run tJJe silver nitrate solution from a burette p‘l c.c. at a time 
into one portion and stir with a glass rod. ^ 

Continue the addition of the silver nitrate until a very 
faint red colour is perceptible, when the colour is coippared 
with that of the second portion of the water. Repeat the 
experiment twice and take the average of the three readings. 

It will be seen that if #50 c.c. of the water require i c.c 
of the silver nitrate solution, of which i c.c. = 0*0005 Cl 
then 50 c.c. of water contain 0*0005 chloride. 

100,000 of water contain ^ = ro parts 

50 

of chlorine. • 

So that the number of cubic centimetres of the silver 
nitrate solution used for 50 c.c. of the water gives at once the 
parts of chlorine per 100,000 of the water. 

As a rule the amount of chlorine as chloride per 100,000 
present in a drinking water does not exceed 2 parts. 

• NITROGEN AS NITRATE AND NITRITE. 

* Th^ammonia which occurs in natural water? as a i;esult of 
the decomposition of nitrogenous organic matter, is oxidised 
first to nitrite anfl then rapidly to nitrate. Soi»e of the nitrate 
may, IfDwever, be again reduced to nitrite by means of a 
second contact with organic matter or a ferrous compoiyid. 

Nitrate is invariably a constituent of a drinking water, 
whereas nitrite is very rarely present. 

• Various methods are employed for the determination of 
nitrogen as nitratft and nitrite. 

In Crum’s method the residue obtained in the determination 
of total solids is treated with concentrated sulphuric acid in 
iJtesence of mercury. The apparatus employed consists of a 
special form of Lunge nitrometer in whiih the nitric oxide 
evglved is measured. From the ^’volume of nitri(f oxiiie 
qf)tained the amount of nitrdgen as nitrate and nitrite is found. 

In another method the nitric,acid obtained from the nitrate^ 
by treatment. with sulphilric acid, is allowed to act on phenol 
sulphonic acid, CgH4(0H)S08H,t which is therebj^ converted 
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into picrit acid, the sulpho group being eliminated during the 
nitration : — 

C.H.( 0 H)C« 0 ,H) + siHO . NO,) 

4 .C,H,(NOj)jOH + H2SO4 + 2HjO. 

The amounttof picric acid produced is determinecT colori- 
jnetrically after conversion into ammonium picrate, which is a 
substance having an intense yellow colour. In this method 
the nitrate only is determined. 

In a third method the nitrate and nitrite are reduced by 
means of nascent hydrogen (zinc-copper couple) to ammonia, 

* which can then be determined in lihe ordinary way by distilla- 
tion and nesslerising. This method is described in detail 
below. A method employed for the determination of nitrite 
alone is described on p. 13. 

Determination of Nitrate and Nitrite by Reduction to 
Ammonia. (Zinc-Copper Couple Method.) 

Place about twenty strips of zinc foil (about 4 ins. x -J- in.) 
in a 200 c.c. reagent bottle. Clean the zinc by treatment with^ 
water containing a little dilute sulphuric acid, then wash well 
with distilled water. P'ill the bottle with a i per cent, solution 
of cop^r sulphate and allow the zinc to remain in contact 
with this solution for fifteen minutes. Pour out the* solution 
of copper sulphate and wash five or six times with distilled 
water. • The zinc should now be coated with a black aSherent 
film of copper. Zn + CUSO4 ZnSO^ + C^u. 

Fill the battle with the water under examination, add 
about O'l gm. of oxalic acid, stopper loosely and ^low to 
stand^overnight. . 

The oxalic acid is added to accelerate the reaction. The 
nitrate and nitrite are reduced to ammonia by the nascent 
hydrogen as follows : — 

NaNOj + 8H->NaOH + 2H2O + NHg. 

Owing to the presence of oxalfc acid, however, sodium and 
ammonium oxalates are produced and not free sodium hy- 
droxide and ammSnia. 

If the reduction lo Jimmonia is complete, no coloration 
should be obtained on t^sling fortiitrite by means of m.phen};)- 
ene-diamine and sulphuric ac^d (see p. 1 3), or by means of a 
solution of sulphanilic acid, phenol aftid ammonia (see p. *i 3). 

The neit operation consists in determining the amount oi 
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ammonia prqjduced. Place 700 c.c. of distilled wafer in the 
distilling flask •of the ammonia apparatus (Fig. 2), add a little 
ffq^hly jgnited sodium carbonate and distil until tie apparatus 
is ammonia-Tree. 

When this is the case, cool the distilling fl^sk under the 
tap and add 50 c.c. of the water which has bSen treated with 
the zinc-copper couple and more ammonia-free water if neces- 
sary. 

Proceed as in an ordinary determination of free amfaonia. 
In this case it is very important to nesslerise the second , 
cylinder first, as the amount of ammonia may be considerable.#' 
From the amount of the standard solution of ammonium 
chloride required, calculate the amount of ammonia present in 
50 C.C. of the water which has been treated with the zinc- 
copper couple. Since of this ammonia is nitrogen, the 
amount of nitrogen as nitrate and nitrite in 100,000 parts of 
water is readily found. • 

If the water contained free ammonia before treatment with 
the zinc-copper couple a deduction must be made for the 
amount of free ammonia in 50 c.c. 

Example : — 

2nd cylinder required 5-5 c.c. NH4CI 

3rd „ „ 2-0 „ 

4^h • ,, ,, 0*5 )) )f 

5t^^ ,, free 

1st cylinder after dilution to 250 c.c. " • 

50 required*3-5 c.c. NH4CI 250 = 17-5 „ „ 

. Totals^ „ ' „ 

But 500 c.c. of the original water contained free am^monia 
equivalent to 2*25 c.c. of the standard solution of ammonium 
chloride. 

• .*.50 C.C. contained free ammonium equivalent to 0^225 
c^. NH4CI soluticM. 

.*. The ammonia from nitrate and nitrite in 50 c.t. of the 
water is equivalent to 25-5 -*0*225 = 25*3 c.c. NH4CI 
I c.c. NH4CI solution =* 0*00001 gm. NH,. 

••• 25-3 „ = o-oct)253 „ „ 

14 of 0 0002 53 fc cj;ooo2i gm. nitt-ogefl. 

• • 

.*. 50 C.C. of original watef contained 0 00021 gm. nitrogen 
as nitrate and nitrite. , 

100 , 00(3 oforiginal water contained 0*0002 1 x^(xx)«o*^ 
gtn. nitrogefi as nitrate and nitritl. 
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This Water was found to contain no nitrite ^before reduc- 
tion, so that nitrogen as nitrate « 0*42 part per 100,00a 

The amlunt of nitrogen as nitrate present in a water varies 
very«considerably according to th* source of thd water^ Ah 
upland surface water may contain aft little as 0*01 part per 
100,000, whereife in a deep well water it is quite usual to find 
Its much as 0*6 part per 100,000. 

NITROGEN AS NITRITE. 

For the detection of nitrite in water use is made of the 
* well-known formation of a diazo (impound by the interaction 
of a primary aromatic amino compound and nitrous acid, with 
the subsequent "coupling’* of the diazo compound with a 
phenol or primary amine, which gives rise to an azo dye. 

By comparing the colour produced on treatment of the 
water with that produced from a solution of a nitrite of known 
concentration the amolint of nitrite present in the water may 
be determined. 

The aromatic amino compound employed in one method 
is m.phenylene-diamine, QH4(NH2)2. A solution of thisj, 
substance in dilute sulphuric acid, on treatment with nitrous 
^ acid, gives the semi-diazo compound NHgQH^ . N : N . HSO4, 
which jouples with another molecule of the phenylene-diamine 
to form the brown azo dye, 

(NH2)C,H4N:NQH3(NH,)2. 

If on treating a sample of water (about 50 c.c.) with about 
2 c.c. o4 dilute sulphuric acid and i c.c. df a 0*5 per cent, 
solution of m. phenylene-diamine in dilute sulphuric^acid, a 
browg coloration is produced, the presence of nitrite in the 
water is inferred. 

In another method the amino compound employed is sul- 
phanilic acid, C^H4(S03H)NH2. This after diazotisation ais 
treated with an aqueous solution of phenol and the whqjle 
renderedPalkaline with ammonia. A yellow dye is thus pro- 
duced. The reactions may be fepresented as follows : — 

C 3 H 4 (S 03 H)I^I^T . OH ^ CeH 4 (S 08 H)N : NOH 

sylphanilic acid rytrous acid 

C«H4(S0^H)N : N|^ TJH|QH 40 H 

, phenol 

-^^C3H,(S0,H)N:NCeH40H 
a 90 compound 
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The ammonijim derivative produced by the actioft of am- 
monium hydrcfocide is the actual dye. 

'Solutions Required. — A solution of sodium Nitrite is re- 
quired contliining i part ‘of nitroils anhydride (NgOy) ini 
100,000 of water. 

For accurate work this solution is usually fnade from silver 
nitrite by double decomposition with sodium chloride, as silvef 
nitrite is more easily obtained in a pure state than sodium 
nitrite. 

For the present purpose it may be assumed that crystallised 
sodium nitrite is pure, and the solution made directly from 
this substance. From tlie relation between NgOj and 
2NaN02 (or NagO.NgOg) it will be seen that 76 gms. of 
NgOg are contained in 138 gms. of NaNOg, or i gm. NgOg is 
contained in i *9 gms. NaNOg. 

Hence I'p gms. of sodium nitrite in 100,000 c.c. of water 
would give a solution containing i pari, of NgOg per 100,000 
of water. 

1*9 gm. per 100,000 =0*19 per 10 litres, 

^ or 0*019 per litre. 

Weigh out on a watch glass exactly 0*19 gm. pure NaNOg, 
dissolve in water and dilute to i litre. This solution is ten » 
times the concentration of that required. Shake the solution 
well, melsure out 25 c.c. with a pipette and dilute to 250 c.c. 
i«cc. qC^his solution = 0*00001 gm. NgOg, or the solution con- 
tains I part NgOg per 100,000 of water. ‘ 

Saturated sokations of sulphanilic add in dilute sulphuric 
acid and of phenol in water are also required. 

The Determination of Nitrite. 

In six Nessler cylinders place 0*4, 0*8, i *0, i *2, r6, and 2*0 
c.t. of the dilute sodium nitrite solution. Dilute to 50 c.c. in 
each gase with distilled water. In another cylinder ^lace 50 
C.C of the water under examination. 

To each cylinder add ^ c.cf of the sulphanilic acid solution. 
Allow to stand for ten minutes, add | c.c. jjf the phenol solu- 
tion and make alkaline with ammonia. 

^Compare the colour of the solutiop iiFthe test cylinder with 
that of the other solutions *aMd in this way determine the 
' amoupt of nitrogen as nitrite in the sample of water. 

If 50 C.C. of the water under examination ga^e a colour 
which is mat^ched by i *0 c.c. of the standard nitfite solution! 
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since i c.c! of the standard nitrite solution « 0*00901 gm. NjOj, 
the amount pf N2O3 per 100,000 


« I X*t)*OOOOI t 
= 0 * 02 . 


100,000 
e 50 


Although it is claimed that r part of NgOj in 40 million 
of water can be detected by this test it is unlikely that the water 
under "examination will give a positive reaction for nitrite. 
For practice in the determination, however, a measured volume 
of the standard nitrite solution should be added to i litre of 
distilled water and the amount of nitrite in solution then deter- 
mined. 

For the detection of nitrite in flour after bleaching with 
nitrogen peroxide see Vol. 11 . 

In connection with the presence of nitrite in water it should 
be noted that it has recently been shown by B. Moore (Proc. 
Roy. Soc. 1918 [B], 9O) 158) l^hat dilute solutions of nitrates 
exposed to sunlight, or other light rich in ultra-violet rays, 
give the reaction characteristic of nitrites. 


OXIDISABLE ORGANIC MATTER IN WATER. « OXYGEN 
ABSORBED.” 


In the process usually adopted for the determiifhtion of 
the amount of organic matter in water, a measured vqjpme of 
the water is treated with excess of a standard solution of 
potassium permanganate in presence of sulphuric acid. The 
experimeTit is carried out under certain standard conditions, 
and although the method does not afford a measure of the 
absolifte amount of organic matter present, from the amount 
of potassium permanganate decomposed by the water it is 
possible to obtain evidence as to the relative amounts of oj- 
ganic matter in different waters. , 

Othe» principles involved in the process are {a) the libemtion 
of iodine from a solution of potassium iodide by the action of 
potassium permanganate in presence of sulphuric acid, and 
{b) the determinadon of the amount of iodine liberated by 
ti^atiop with a solution, of sodium thiosulphate. From the 
difference in the amount (if the thiosulphate solution requiffed 
for a givep volume of tlfe potassium permanganate before an8 
after treatment with the wateV the amount of potassium per- 
i]^nganate#decom posed, and ^®*^ce the amount of oxygen 
absorbed by. the water, is determined. 
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The reactjons may be represented as follows • 

/K2O 4* H2SO4 — > K2SO4 + H2O1 
j2MnO + 2H2SO4 -^,tMnS04 + 2H2O 
[5O (oxygen available for oxidation) 8o%ms. 


KgMnaPs or 
3i^gms.* 


rK20 + H2SO4 K2SO4 + H20 
a. \ 2MnO + 2H2SO4 2MnS04 + 2H2O 
isO + loHI 5H2O + SI2 


d. 2Na2S203 + I2 2NaI 4* Na2S40g 


Solutions Required : — 

I. A solution of potassium permanganate containing O’l 
gm. available oxygen per litre, i.e. i c.c. = O'OOOI gm. avail- 
able oxygen. It will be seen from the equations given above 
that 316 gms. of potassium permanganate in presence of sul- 
phuric acid afford 80 gms. of available oxygen. Hence 0*1 gm. 

^16 * 

available oxygen is contained in ^ x o*i gm. = 0*395 

oO 

of potassium permanganate. 

Weigh out exactly 0*395 gm. of finely powdered, pure 
potassium permanganate, treat with distilled water in a beal^er, 
pour off the solution into a litre flask and repeat the process, 
until the whole of the permanganate is dissolved. Dilute to 
I litre afid shake the solution thoroughly. 

• 2. tAi solution of sodium thiosulphate containing ^ i gm. 
(approximately) of NagSgOs . sHgO in i litre of water. 

3. A 10 per tent, solution of potassium iod\de. ^ 

4. ^ solution of starch, which should be freshly made by 
grinding about i gm. of starch into a paste with cold water 
and then pouring into about 1 50 c.c. of boiling water. 

5. Dilute sulphuric acid, i volume of concentrated acid to 
3» volumes of water. 


Determination of Oxygen Absorbed. 

- In each of two 500 c.c. glass-stoppered bottles put 250 c.c. 
of the water under examination, and in a Aird 500 c.c. bottle 
put 25P c.c. of distilled water. Lafcel,the bottles. •To tfie 
<j)ntents of each add 10 c.or pf the*djlute sulphuric acid and 
10 c.c. of the potassium permanganate solution measured with 
\ pi{)Ctte. ?lace the three bottles in an oven at 80® F. 
(2y* C.) and allow them to remain for four hours? 
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Four hfcurs at 80'' F. is usually the standard, adopted for 
the test, but other standards, such as four hoitrs at 98'’ F., 
three hours ^ 80^. etq,^ are often employed. 

^ For a rapid test five minutes af 8(^° F. is often^' empldyed, 
and for furthe’r practice in the determination it is advisable to 
carry out a test under these conditions. 

Treat 250 c.c. of the water under examination and 250 c.c. 
of distijled water with 10 c.c. of dilute sulphuric acid and 10 c.c. 
of the potassium permanganate solution, and allow to remain 
•in the air oven at 80° F. for five minutes. 

*0 Remove the two bottles from tl^ oven, and to each add 5 
drops of the 10 per cent, solution 01 potassium iodide. 

Run the sodium thiosulphate solution from a burette into 
the bottle, which originally contained the distilled water, until 
only a faint yellow colour remains. Add starch solution and 
continue the addition of the sodium thiosulphate solution 
cautiously until the blfle colour disappears. 

Note the volume of sodium thiosulphate solution requirld 
for this-blanlc experiment and repeat the process with the 
‘water under examination. 

The calculation of the oxygen absorbed is made as in the 
following example : — 

Blank Experiment . — 250 c.c. distilled water + 10 c.c. dilute 
sulphuric acid + 10 c.c. KgMugOg solution (i c.c. = o*0(K)i gm. 
available oxygen). 

After treatment in an air oven (five minutes at 80° F.) 

. 5 drops of a 10 per cent, solution of potassiunj iodide added. 

Volime of NagSgOy solution required ,r= 31*5 c.c. 

• 31*5 C.C. of the Na2S203 solution correspondslo 10 x O’OOOI 

gr». available oxygen, • 

or I cc. Na2S203 solution = 0*0000317 gm. 

availjjble oxygen. 

T est Experiment.— 2^0 c.c. o^water treated as above. 

Volume of Na2S203 solution required « 29*4 c.c. 

Difference in reading between test and blank experiments, 
31 5 “ ^ 9*4 2*1 cc NajS 208 solution. 

But -I cc Na2S203 soliftion cyri-esponds to 0*0000317 gnJ. 
available oxygen. * * 

.** 2'i^c.c corresponds to 5 *1 x ©*0000317 gm. availSble 
o^gen «'*k>^oo6657 gm. aviiilalble oxveen. 
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This oxygen is absorbed by 250 c.c. of water. 

• oxygen absorbed per 100,000 of water (5 minutes at 

^ o-oooo6g57 X 100,000 ^ 

250 

At the expiration of four hours, remove the three bottles 
from the air oven and proceed exactly as .described above. 
Carry out the blank experiment first and take the meafi of the 
two results with the water under examination for the calcula- 
tion of the oxygen absorbed. rf 

It will be noted that the oxygen absorbed during four 
hours is considerably greater than that absorbed during five 
minutes. The results obtained for different waters vary con- 
siderably. For an upland surface water as much as 0*2 part 
of oxygen absorbed per 100,000 is quite a usual amount, 
whereas for a deep well water con&’derably less than 0*05 
part per 100,000 may be found. 


THE HARDNESS OF WATER. 

The hardness, or soap-destroying power, of water is due 
to the presence in the water of calcium or magnesium carboi); 
ates, kept in solution in the form of soluble bicarbanates by 
means^ of the carbonic acid present in the water, or to the 
‘^prese’^ce of substances such as calcium or magnesium sulphates. 

The action of both calcium bicarbonate and calcium sul- 
phate on a soap is of the same nature and leads to the forma- ^ 
tion cf the insoluble calcium (or magnesium) salt of the acid 
contained in the soap. 

' Thus 


CaCOs.HjCOg + 2CnH35COONa 

100 612 

calcium * sodium 

‘^bicarbonate stearate 

(soluble) (soluble) 

CaS 04 + 2 Ci 7 H 83 COONa -> Na 2 S 04 + Ca(OOCCi7H88)2* 

sodium oleate 


2 NaHC 03 

+ Ca(OOC . Ci 7 H 85)2 

calcium stearate 
(incoluble) 


calcium oleate 
(insoluble) 


k will be obvious that so lon^ ast such calcium ipr ifiag- 
• nesium) salts are present* in solutign in the water no lather, 
du^ to solution of the unchanged soap, will be possible. 

HardrlQfSS due to thb presence of calcium and magnesium 
‘bicarbonates is known as temporary hardness and can be:>rc- 
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moveS simfly by boiling, as these Dicartwnates are decomposed 
on heating. • 

Cato,. HjCqa.^CaCOj + H,0 + CO, 

. PPt-* . 

It may also bg removed by the addition of lime 
. CaCO, . HjCO, + Ca(OH), -» zCaCO, + 2H2O. 

;See p.^46.) 

Hardness due to the presence of calcium and magnesium 
lulphates is unaffected by boiling and is known as permanent 
brdness. Such hardness may be removed by the addition of 
sodium carbonate — 

CaSO, + .Na,CO,-H-CaCO, + Na,SO,. 

ppt. 

'See also p. 47.) 

From the equations^ given on p. 18, it will be seen that 
too gms. of calcium carbonate will precipitate 612 gms. of 
sodium stearate, corresponding to about locx) gms. of an 
ordinary soap.* That is, every part of calcium carbonate in 
solution in water requires about 10 parts of soap for its re- 
moval. It will thus be obvious that it is often advantageous 
to employ some substance which is cheaper than soap to effect 
the removal of the calcium carbonate etc. from a water, (See 
Methods of Softening of Water, p. 48.) • 

One^of the methods employed for the determination^f thtf 
Iwrdness of water is to find out how much of a standard solu- 
tion of soap is required to produce a permanent lather with a 
definite volume of the water. , 

Unfortunately, the numerical expression of the hardness of 
water ft represented in several different ways. In laundry 
practice in this country a water having 1° of hardness is usually 
understood to contain i grain of calcium carbonate, or it» 
squivalent, in i gallon of water, i.e. i grain Jn 70,000 grains 
of water. • • 

In more scientific work I'of hardness is taken to correspond 
:o I part of calcium carbonate, or its equivalent, in loo.ooo- 
parts of water. ♦ 

° A water having 10° of hardness is defined as one having ten 
times the soap-destroying ^lowerjof one having 1° of hardness* 
out It is found in practice that a water containing, for example, 
10 parts of calcium carbonate'per 100,000 has ^considerably 

* Owng to water content etc. of the soap (see p. 59J. 
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less than lo^times the soap-destroying power of oAe contain- 
ing I part o{ calcium carbonate per 100,000. That is, the 
s^ap-dpstroying power of a water is not directly^proportional 
to the amount of calciunl carbonate etc. contained in th^ 
water.. 

If, therefore, it is desired to express the hSrdness of a water 
in parts of calcium carbonate per 100,000, as is often the case, 
use is made of a table, which has been drawn up as the result 
of experiments, which shows the relation between the Volume 
of a particular standard solution of soap required for a giverv, 
volume of water and the parts per 100,000 of calcium carbonatf' 
contained in that water. ^ For details of this method see 
Clowes and Coleman, Quantitative Analysis ” (Churchill). 

THE DETERMINATION OF THE HARDNESS OF WATER BY 
MEANS OF A STANDARD SOAP SOLUTION. 

The method to be described is that generally employed in 
connection with laundry work in this country ; the hardness 
being expressed in degrees, on the basis i ® of hardness cor- 
responding to I grain of calcium carbonate per gallon of 
water. 


Solutions Required. 

tr Soa/> Solution . — This solution is prepared by djssolving 
10 gms. of Castile soap, cut in thin shavings, in a mixture of 
500 c.c. of Industrial methylated spirit and 5^00 c.c. of water. 

[Note . — Methylated spirit which has been denatured by the 
addition of paraffin must not be used for this purpose, as a 
turbidity is produced, due to the separation of the paraffin, on 
addition of water. Industrial spirit is denatured by the addi- 
4:ion of crude wood spirit and does not become turbid on mix- 
ing with water.] » 

*2. Calcium Chloride Solution , — Weigh out exsfctly I gm. 
of pure calcium carbonate.* Powdered Iceland spar is the 
«most suitable form of calcium carbonate for this purpose. 

Transfer completely to a small porcelain dish by means of 
a smc^l quantity of water and dissoive^the calcium carboriSite 
the addition of the least possible quantity of dilute hydro- 
chloric acid. Cover the dish wth a clock glass to prevent loss 
until the effervescence has ceased. Wash the clock glass with 
distilled water and allow the washings to fall iAto the ds^ 
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Evaporate the solution to dryness on the water bath, protect- 
ing the dish| from dust by means of an evaporating funrjel. 
Add a small quantity of cjyater and again evaporate^to dryness. 
This te to ensure the complete rem<ival of the hydrochloric 
acid ^ . • 

Add water to the contents of the dish and transfer to a 
lilre flask. Wash out the dish into the flask and dilute the 
solutio^j to I litre. Mix the solution thoroughly by shak- 
ing. 

I c.c. of this solution contains calcium chloride equivalent 
♦ft) O'OOi gm. of calcium carbonate. , 

Standardisation of the Soap Solution. 

[Before proceeding with this experiment commence heating 
the water for the determination of permanent hardness, p. 23.] 

Measure out 10 c.c! of the solution of calcium chloride 
with a pipette into a 200 c.c. glass-stoppered bottle. Add 
60 c.c. of distilled water. 

In the 70 c.c. of solution there is an amount of calcium 
chloride equivalent to o*oi gm. or 10 mg. of calcium carbon- 
ate ; or the solution contains calcium chloride equivalent to 
10 parts jof calcium carbonate per 70,000. 

Run* in the soap solution from a burette l c.c. at 8 . time, 
shaking well after each addition. Continue the addition o& 
the soap* solution, but do not add more than 0*2 c.c. at a time 
as the end point is approached, as shown byrfhe greater per- 
sistence of the lalher. When the lather is permanent fqf five 
minutes, after the bottle has been laid on its side, the end 
point h*s been reached and the volume of the soap solution 
added is noted. 

It will be observed that as the end point is approached the 
sound produced by shaking the bottle becomes less and less. 
This deadening effect on the sound affords a good meanf^-of 
determining the end point, especially if the water contains 
appreciable quantities of magnesium compounds, in which, 
case a false lather qjay be obtained before the water is com- 
ple'-ely spftened. , 

Repeat the experinfent* twice rpore and take the m#an <#f 
the last two readings, which should not differ from one an-* 
other by more than 0*3 c.c. • . 

^The soap# solution must now be diluted so thht ii c.c. of 
it should be .required to produce a permanent i^ither, with 
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10 c.c of Ajie solution of calcium chloride and 6o c.c. of 
distilled water. 

’ * The II C.C. allows iq c.c. for iiie calcium chloride and 
I c.c. for 70 C.C. of distilled water, as even if no /:alcium*‘salt 
in sofution i c.c. of the standard solution of soap is required 
to produce a lather with 70 c.c. of distilled water. 

Example : — 

9*5 C.C. of soap solution were required for 10 c.o. CaClg 
solution (i c.c =1 oxDOi gm. CaCOj) and 60 cc. of distilled 
water. * 

II C.C. of soap solution should be made from 9-5 c.c. of 
original soap solution + i -5 c.c. of a mixture of equal volumes 
of methylated spirit and water. 

The amounts of the original soap solution and of the mix- 
ture of water and methylated spirit required to make i litre of 
the standard solution of soap are thus easily calculated. 

If the soap solution is not approximately of the right con- 
centration, it is advisable to add rather less than the calculated 
amount of solvent for the first dilution, as otherwise the solu- 
tion may be found to be too weak after dilution. 

If more than 1 1 c.c. of the original solution of soap were 
required in the experiment more soap should be added to thp 
solution and the process of standardisation repeated., 

When the soap solution has been adjusted repeat the titra- 
«tion tp ascertain if exactly 1 1 c.c of it are required for 10 c.c. 
of the calcium chloride solution and 60 c.c of water. If 
slightly more c*r less than 1 1 c.c is required, allowance must . 
be nvide for this by using a factor for the solution in deter- 
mining the hardness of the water under examination, but if 
less than 10 c.c. or more than 12 c.c. are required the*solution 
should be restandardised. 

^ The volume of this standard soap solution required for 70 
pCC. of a sample, of water, less i cc, is taken to represent the 
mJfnber of degrees of hardness for that particular wnter, on the 
assumption that i® of hardness represents i part of calcium 
t, carbonate per 70,000 of water, or i grain of calcium carbonate 
per gallon. 

It should be noted, however,© that the soap scjutioh is 
^ ltan(!ardised by means of a^^olutidn containing the equivalent 
of 10 parts of calcium carbonate p^r 70,000 which does not 
strictly represent a water having 10® of hardness (see p. 19). 
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Determination of the Total (Temporary and. Permanent) 
Hardness of a Water. 

Pjace 70 c.c. of the^water undfr examination in a Sop c.c. 
•glass-stoppened bottle and run in t#ie soap solution until a 
permanent lather is obtained as described above. During the 
addition of the soap solution it is advisable to remove the carbon 
dioxide which is evolved owing to the decomposition of the 
calcium bicarbonate. This can be effected by attaching a 
glass tube to a filter pump and allowing the end of the tube to 
f^^remain for a few seconds above the surface of the solution in 
the bottle. 

The presence of carbonic acid delays the formation of the 
lather. 

The volume of the soap solution required, which should be 
not more than i6 c.c., less i. c.c., gives the number of degrees 
of total hardness of thg water. 

If more than i6 c.c. of the soap solution were required, the 
experiment should be repeated, using water which has been 
diluted with an equal volume of distilled water, and the degree 
of hardness obtained for this mixture should then be doubled* 
to obtain the total hardness of the original water. 

Determination of the Permanent Hardness by Standard 
Soap Solution. 

Bo^l 250 c.c. of the water under examination in a ^sk for 
half an hour. Filter off the precipitated carbonates and collect 
the filtrate in 'a 250 c.c. flask. Rinse the flask in which the 
water was boiled with a little boiled distilled water. Cbol and 
dilutdsto 250 C.C. with recently boiled,* cold distilled water. 

Measure out 70 c.c. of the water from the 250 c.c. flask 
and titrate with the standard solution of soap. Repeat the 
titration twice and take the mean of the last two readings. 
Deduct ^ C.C. to obtain the number of degrees of pern^^nent 
hardness. If more than 16 c.c. of the soap solution is required 
dilute the water as before. Tfie difference between the per- 
manent and total hardness gives the temporary hardness. 

Tlie degree of hardness of different waters varies ^ry 
considerably according^ to the*sburce of the waters, and, «s 
would be expected, is usually in close relation to th^ total* 

^ * Recenll) boiled distilled water does not contain carbSnic acid, which if 

present would ^edissolve some of tne calcium carbonate. 
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solids contained in the water. Water having a totafi hardness 
of less than 5‘<ris very soft, whilst if the total hardness is more 
than 20“ the water will probably be found to be iftisuitable for 
washing purposes. 

« 

The Action of Soap Solution on Watel Containing 
Magnesium Salts in Solution. 

It has been pointed out that if a water contains magcesium 
salts in solution a false lather may be obtained before the water 
is completely softened, as shown by the disappearance of thej 
hard sound when the bottle containing the water and soap*' 
solution is shaken. In order to illustrate this phenomenon a 
solution containing only magnesium salt in quantity equivalent 
to the amount of calcium chloride used for standardising the 
soap solution should be made up, and the amount of soap 
solution required for softening the water noted. 

I gm. molecule of calcium carbonate should have the same 
soap-destroying power as i gm. molecule of magnesium sul- 
phate, or 

CaCOg corresponds to MgS04 • ^HgO. 

100 gms. 246 gms. 

Make up a solution of magnesium sulphate containing 2*46 * 
gms. of jhe crystallised salt per litre. * 

I C.C. of this solution ~ 0*00246 gm. MgSO^. 

= 0*001 gm. CaCOg, * 

so that 10 c.c. ofthe solution of magnesium sulphate, + 60 c.c. 
of water gives a solution containing magnesium sulphate 
equivalent to 10 parts of calcium carbonate per 70, ooo,^ which 
was the concentration of the solution of calcium carbonate (in 
the form of calcium chloride) employed for the standardisation 
of the soap solution. 

r It will be remembered that 1 1 c.c. of the standard soap 
solution were required for 10 c.c. of the solution of calcium 
chloride + 60 c.c. of water. •Find out by experiment how 
iRuch of the standard soap solution is required to produce (i) 
a lather which is apparently permanent, (2) Complete softening 
as sho^yn by the disappearance of the so^md on shaking, when 
solution is employed containing lo^ c.g. of the solution of 
magnesium sulphate and 60 cc^of water. 

it should ^be mentioned in this connection th^t if a soap 
containing only salts of saturated i’sXty acids be employed, thSa 
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volume of^oap solution required to produce a pergianent lather 
is the same, ^hether the solution contains calcitftn salts, or an 
equivalent amount of magnesium salts. (See H. Masters a^4 

L»<Srnith,^“ Trans. CBem. Soc.,** 1^13, 103, 992.) 

THE DETERMINATION OF THE HARDNESS OF WATER BY 

hehner’s method. 

Most natural waters are alkaline to methyl orange, and it 
Js possible by titration of a given volume of the water with a 
standard solution of hydrochloric or sulphuric acid to deter- 
mine the alkalinity of the water. Since the reaction is chiefly 
between the dissolved calcium carbonate (present as bicar- ^ 
bonate) and the acid, the determination of the alkalinity is 
usually referred to as a determination of temporary hardness, 
although as a rule there is no close agreement between the 
amount of calcium carbonate per 100,000 of the water as de- 
termined by this method and by means of a standard solution 
of soap. 

It is also possible to obtain a measure of the permanent 
hardness of a water by finding out how much sodium carbonate*' 
is required for the precipitation of the calcium sulphate etc. 
•present in a given volume of the water. 

Determination of Temporaiy Hardness, or Alkalinity, of 

a Water by Titration with a Standard Solution*of an 

Acid. 

[Before proceeding with this experiment commence beating 
the water for the determination of permanent hardness, 
p. 26.f 

A dectnortnal solution of hydrochloric acid is required. 

From the equation 

^CaCOg + 2HCI CaClg + H^O + COg 

it will be seen that 73 gms. of hydrogen chloride, or 5ooo cc. 

N . HCl, decompose 100 gms. CaCOj. 

20,000 c.c. ofiN/ioHCl decompose 100 gms. CaCOa. • 

.> I c.c. N/ioHCl decomposes 0*005 gni- CaCOg.^ 

Thus if 500 c.c. of the water •on titration in presence o^ 
methyl orange require i c.c. N/ioHCl, 500 cc. of the ^yater 
^ntain o*o<j5 gm. CaCOj, or ioo,odb parts contain i part of 
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Hence the number of c.c. of N/io acid required for 500 c.c. 
of the water Ogives directly the number of par|s of calcium 
carbonate ger 100,000, that is the temporary hardness of the 
wat^r. 

Titrate three portions of 500 of the water under examina- 
tion with N/ioHCl, using methyl orange as indicator, and 
from the mean of the last two readings calculate the temporary 
hardness of the water. 

Instead of titrating 500 c.c. of the water with N/iO acid, 
100 C.C. may be employed if N/50 acid is used. The volum^ 
of acid required in this ca^ will also give directly the parts of 
calcium carbonate per 100,000. 

It should be noted that methyl orange is unaffected by the 
presence of carbonic or other very weak acid, so that the 
titration of the water in presence of this indicator may give an 
erroneous idea as to the absolute alkalinity or acidity of the 
water. As this is a matter of considerable importance in con- 
nection with the plumbosolvent action of a water, a method 
„ has been devised for the determination of the absolute acidity 
or alkalinity of a water. In this method solutions of disodium 
hydrogen phosphate, Na2HP04, which contain hydroxylions 
in excess, and monopotassium hydrogen phosphate, KHjPO^, 
which contain hydrogen ions in excess, are mixed in known 
proportions. A mixture of the two solutions is prepared 
whiclT gives the same colour with the indicator, azolitrilin, as is 
obtained with tbis indicator and the water under examination. 
From^the relative volumes of the two pho'sphate solutions 
required it is possible to determine not only whether the 
water contains hydroxyl or hydrogen ions in excess? but to 
obtain a measure of the excess of either. For details of the 
method see “ Quantitative Analysis ” by Gumming and Kay 
^Gurney & Jackson). 

Determination of Permanent Hardness by Hehner’s 
Method. 

By boiling some of the \rater unde^^ examination whh 
^cesf of a solution of sodium carbonate, all the hafdness is 
•removed, the temporary hEfrdness by merely boiling and the 
perqianent hardness by interaction of the calcium or mag- 
nesium sulphate with th% sodium carbonate, wit^ the precipi* 
tation of calcium or magnesium carbonate.* 

♦See, however, note on page 
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In order to determine the permanent hardness, therefore, 
it is necesstry to find out how much sodium carbonate re- 
quired by a given volunje of watq^ for this precipitation.^ 

Prom thp equation 

CaS®^ + NagCOg -> Na^SO^ + CaCOg 

*it will be seen that i gm. molecule of sodium carbonate is 
equivalent to i gm. molecule of calcium carbonate, i.e. lOO 
gms. CaCOg. 

I gm. molecule of sodium carbonate is contained in 2 litres 
of N . NaaCOg solution or 20,000 c.^c. of N/ 1 0 sodium carbonate 
solution. 

20,000 C.C. N/ioNagCOg solution = 100 gms. CaCOg. 
Hence i c.c. N/ioNagCOg solution is equivalent to 0’005 gm. 
CaCOg, or, every c.c. of N/ioNa^COg solution required for 
removal of the perma^ient hardness corresponds to 0’005 gm. 
CaCOg as permanent hardness. 

It should be noted that although permanent hardness is 
due to the presence of calcium sulphate etc., it is expressed 
as parts of calcium carbonate per 100,000. ** 

If 250 c.c. of water are employed for the test and if l c.c. 
of N/ioNagCOg solution is required for removal of the per- 
manert hardness, 2 50 c.c. of water contain calcium^ sulphate 
etc. equivalent to O’OOg gm. CaCOg. 

.'.,100,000 parts of water contain calcium sulphate etc. 

equivalent to = 2 parts GaCOg, 

or each c.c. of N/ioNagCOg solution required to remove the 
permanent hardness from 250 c.c. of water corresponds to 
2 parts of CaCOg as permanent hardness. 


Measure out 250 c.c. of thg water under examination into 
a flask, add 50 c.c. of N/io sodium carbonate solution and 
boil vigorously for half an hour. 

• Filter into a* 2 50 c.c. graduated flask, wash with boiled 
distilled water and pour* the washings through the filter paper. 
Cool the solution and dilute td 250 c.c. with distilled waterf 
Titrate 50 c.c. of the filtfate with N/io hydrochloric acid, 
using methyl orange as indicator. * Repeat the4:itration twice, 
and take tlje mean of the ISst two readings, 
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Calculate ^the volume of N/io hydrochloric acia requirca 
for 250 C.C. oflhe solution. 

j. Since i c.c. of N/ioHCl = i c.G^.N/ioNagCOg solution, 
and 50 C.C. ot N/ioNa2C^)8 ^^^ere addeS to the 2 50 c.c. of water, t 
50 C.C. Jess the volume of N/ioHCl used for the 250 c.c. of 
solution = volume of N/ioNagCOa used for the removal of the 
permanent hardness from 250 c.c of the water. 

This volume x 2 = permanent hardness of the wat^r, ex- 
pressed as parts of CaCOg per 100,000 (see p. 27). 

Example : — 

250 cc. 'of water were^ boiled with 50 c.c. N/ioNagCOg 
solution for half an hour. 

After filtering, washing the precipitate, cooling the solu- 
tion and diluting to 250 cc, 50 c.c of the solution required 
9*4 cc. (mean) of N/ioHCl. 

.-. 250 cc. would require 9*4 ^ 5 == 47‘0 c.c 

Volume of N/ 1 oN agCOg solutiorf required for removal 
of the permanent hardness == 50 - 47 = 3 c.c. 

I cc N/ioNa2C03 solution = 0*005 gm. CaCOg. 

3 C.C. „ ,) ” 0*015 n ft 

.*. In 250 cc. of the original water the permanent hardness 
corresponds to 0*015 CaCOg. 

.*. In^ 100,000 of the original water the permanent hard- 

*" , 0*0 15^ 100,000 ^ . c r ' 

n£ss corresponds to 2^0 ^ parts of-^^aLOy 

This result is*‘also obtained, as indicated above, by multi- 
plying the volume of the sodium carbonate solution by two. 

THE ACTION OF WATER ON LEAD. 

The action of water on lead is probably due to the presence 
of dissolved oxygep in the water; By the action of oxygen 
and^ater on the metal, lead hydroxide, Pb(OH).2, ie formed 
which is appreciably soluble im water, 

2Pb + O2 + 2H2O 2Pb(OH)2. 

Lead carbonate is less soluble in water than lead hyd^oxidd, 
so that the presence of calcium bicarbonate in the water very 
Isfirgely prevents the continued action* of the water on lead, 
owingi to the formation of a protective layer of basic lead 
carbonate on the surface of the metal. 

* Th^ques^ion of the action of I natural water, on lead is, 
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however, %. complex one in view of the large num^ber of factors 
involved, but owing to the poisonous nature of lead compounds 
and especial^ in view of the cumulative nature of the poisqn^ 
the iq^/estigation of the*action of ^X^ater on lead is*a matter of 

*some considerable importance. , 

• 

• In order to illustrate the action of water on lead, place 
strips of freshly scraped lead foil in Nessler cylinders contain- 
ing (aj distilled water, (d) water under examination, (c) distilled 
^water to which a little sodium bicarbonate has been added, 
•^llow these to remain in contact with the water for about a 
quarter of an hour. Remove the Itad and test the waters for 
the presence of lead compounds by the addition of a little 
dilute acetic acid, to dissolve lead compounds in suspension, 
and a solution of sulphuretted hydrogen. A dark coloration 
due to the presence of lead sulphide will be obtained in a (dis- 
tilled water), but probably not in d (water under examination) 
or c (distilled water to which sodium bicarbonate has been 
added). 

The amount of lead taken up by a water under standard 
conditions can be determined by means of an apparatus* 
described by Thresh loc. cit 

A very soft water (upland surface water from peat) often 
has a pronounced action on lead owing to the prejence of 
•organic acids in the water, and it is sometimes necessary to 
treat such a water with calcium carbonate to counteract thlfe 
plumbosolvent action. 

It should he noted that the action of ^ater on lead is 
either of a solvent, or of an erosive nature, or of both. *In the 
former case the lead compounds remain in solution, in the latter 
most oT the lead compounds remain in suspension in the water. 

The presence of sulphates and chlorides in a water often 
tends tO' increase its plumbosolvent action, as lead sulphate 
and chloride are more soluble than lead carbonate. «> 

A wAer often has an initial action on new lead, but tlie 
surface of the metal rapidly becomes covered with a protective 
layer of a compound of lead and no further action is observedr 

For further information as to the action of water on lead, 
s?e article on “ Watq* ” in Thorpe's “Dictionary of Applied 
Chemistry " (Longman^.* 

The Determination of Lead in Wa|er. 

In the absence of other* metals which give a precipitate 
with sulphuretted hydrogen (see p. 31) this can be cgj;ri^ out 
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colorimetrically, by matching the colour obtained «after the 
addition of a ^plution of sulphuretted hydrogen to a measured 
volume of the water after evaporation, with that obtained with 
£l iolptfon of lead acetate ofi known colicentration. 

Solutions Required:-^ 

1 . A solution of lead acetate of which 

I C.C. = 0 000 1 gm. of lead. 

From the relation 

Pb:Pb(CH3C00)2.3H20 

207 207 + 118 + 54 

it will be seen that 207 parts of lead are contained in 379 
parts of crystallised lead acetate. 

.*. o'oooi part of lead are contained in xo'oooi 

207 

= 0*000183 gm. of cvystallised lead acetate. 

I litre of the solution required should contain 0*183 gm. . 
of crystallised lead acetate, Pb(CH3COO)2 . 3H2O. 

Weigh out this amount of lead acetate, dissolve in recently 
boiled distilled water containing a few drops of acetic acid and 
dilute to I litre. 

2. A freshly prepared aqueous solution of sulphuretted 
hydroget. 

Determination . — Evaporate 250 c.c. of the water under 
ci^camination * to about 30 c.c. * * 

Pour the water into a Nessler cylinder and wash the vessel 
twice with distilled water containing a little acetic acid to 
dissol^ffe any lead carbonate which may have been formed. 
Pour the washings into the Nessler cylinder and dilute to 
50 C.C. 

Add 2 cc. of the freshly prepared aqueous solution of 
sulphuretted hydrogen and stir the contents of the cylinder 
^%a glass rod. ' 

Into three other Nessler cylinders measure out 0*5, i *0 and 
1*5 C.C. of the standard solution of lead acetate. Dilute each 
Solution to 30 C.C. and treat with 2 cc, of sulphuretted hydrogen 
solution. 

Compare the colours obtained wvth that obtained with the 

It is unlikely that the water under examination will contain lead. It is there- 
fore advisable to add a measured^volume,*for example i c.c., of the standard lead 
aceute solution ^ 250 c.c. of distilled water and to determine the lead in tbia 
solution, in addition to carrying out the teshon tap water. 
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water undftr examination, and vary the amount of the standard * 
solution of lead acetate employed until the colo\j#s are exactly 
matched. * 

E^ch C.C. of the standard solution of lead acetate = b‘ 0 o 6 i' 
%m. of lead, so that if 250 c.c. of origrtial water require i c.c. 
of the standard solution for matching, 250 c.c. of water contain 
^•000I gm. lead. 

. 0-000 1 X 100,000 

POO ,000 parts contain : 

^ 250 

= 0-04 part of lead. 

Calculate the amount of lead paesent per 100,000 of water. 

In a water used for domestic purposes, in view of the 
cumulative nature of lead poisoning, this metal should be 
entirely absent. 

In addition to its action on lead, a natural water often has 
a pronounced action or^ iron, copper and zinc. These metals 
may be tested for by the ordinary processes of qualitative 
analysis, after evaporation of a large volume of the water to a 
small bulk. The usual method, however, of distinguishing 
between small quantities of lead, copper and iron in water is*' 
to precipitate with colourless ammonium sulphide (prepared 
by passing sulphuretted hydrogen into a dilute solution of 
ammonia). The coloration due to ferrous sulphide is removed 
on addition of dilute hydrochloric acid, and that due to copper 
sulphicl^ by the addition of a solution of potassium cyanidtf, 
wh^eas lead sulphide is unaffected by either treatment. 

In the absence of lead, copper may be determined colori- 
metrically as cupric ferrocyanide, Cu2Fe(CN)g, and iron ferric 
thiocyanate, F e(CN S)g. 

. OXYGEN DISSOLVED IN WATER. 

In connection with water analysis a determination of the 
amount •{ oxygen dissolved in water is sometimes carried 
This determination is of importance in connection with the 
problem of the disposal of sewage. 

The prmci\)\e 9! the method is as follows -. — 

^ The water, after^relicainary treatment to remove reducing 
agents, is treated w!th •mangjnpus chloride in presence^of 
potassium hydroxide afld potassium iodide. The manganous 
oxide is converted into a higher oxide of manganese by the 
oxygen preSent in the water^ which then liberates iodine from 
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potassium iodide, the amount of which is determinefl by titra- 
tion with a standard solution of sodium thiosulpl^ate, 

Q (from oxide of manganese) + 2KI^+ H 2 O -> 2 KOH + I 2 . 

From tlie amount of^ sodium thio^lphate solution re^uired^ 
the amipunt of oxygen present in the water may 1)6 calculated. 
For details of the method see “The Examination of Waters 
and Water Supplies,” by Thresh (Churchill). 
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•WATER-SOFTENERS AND “SODA" SUBSTITUTES. 

• 

“Alkali” in some form or othfer is used extensively for 
softening water and also as a detergent, both in laundry work 
and for various household purposes. 

The form in which it is most usually employed is as 
“ washing-soda ” (Na2C03 . lOHgO), but preparations of water- 
softeners and soda sub»titutes can now be obtained in great 
variety. 

A chemical analysis of such preparations is of great value 
in determining how far they are suitable for the purposes for 
which they are sold. 

Sodium carbonate is as a rule the chief constituent of such 
preparations, and on examination they are usually found to 
contain *0110 or more of the following substances : — ^ 

Sodium Carbonate (Na2C03), either anhydrous or in various 
hydrate forms such as: Na2C03. HgO (crystal carbonate)^ 
Na^COg. sHgO; NagCOg. /HgO; NagCOa. ijoHgO (washing- 
soda); and Na2CO3.NaHCO8.2H2O (sodium sesquicarbon- 
ate). ^ 

Sodium Bicarbonate (NaHCOj). 

Sodium Silicate (NagSiOg), usually present in a hydrated 
form. 

Borax (NagB^Oy . loHgO), sometimes also sodium 
perborate (NaBOj . 4H2O). • 

Caustic Soda (NaOH), not often found, since evenTT 
originally present it is rapidly converted into NaHCOg on ex- 
posure to atmospheric carbon dioxide. 

^ Ammonia (NIf’40H), in solutions only. 

Th^ reactions of 4:heJ substances mentioned abov^ ha^e 
already been dealt with^ in the ordinary' course of qualitative 
analysis, but before undertaking the examination of a yater 
softener it is advisable to make a rither more (Jetailed study 
of the reactions of these alkalis. 

- ( 33 ) 
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(Reactions of the Common Alkalis. 

•Prepare a solution in water of each of the abo^e-mentioned 
klkajis^ trea^t portions of each solution with the follow^g re- 
agents (using a fresh pbrtion of solution for each test) : (af 
hydrochloric acid, (d) silver nitrate, (c) mercuric chloride, and 
note the following reactions : — o 


Reagent. 

Substance to be Tested. 

Caustic 

Soda. 

Sodium 

Carbonate. 

Sodium* 

Bicarbonate. 

Borax. 

Sodium 

Silicate. 

Hydrochloric 

acid. 

— 

Evolution 

ofCO.^. 

Evolution 
of CO2. 

See note (3). 

Gelatinous 

precipitate 

HaSiO, (I). 

Silver 

nitrate. 

Brown 

precipitate. 

White 

precipi- 

tate. 

White 

precipi- 

tate. 

White precipi- 
tate turning 
brown on 
heating (2). 

White ’ 
precipitate. 

Mercuric 

chloride. 

Yellow 

precipitate. 

Red-brown 
precipi- 
tate of 
basic salt. 

No pre- 
cipitate at 
first, red- 
brown on 
standing. 

Red-brown 

precipitate. 

Red-brown 

precipitate. 

{. 1 









^ NoU. — (l ) The solution of the silicate should be moderately 
strong^ and a few drops of concentrated hydrochloric acid 
should be added. 

( 2 ) A white precipitate of silver metaborate (AgBOa) is 
first formed, which on heating, or on considerably diluting with 
water, becomes hydrolysed with the formation of silvef oxide 
(Ag,0> 

(3) If hydrochloric acid is added to a concentrated solution 
df borax a white precipitate of boric acid is obtained, but in 
pfee dilute solutions the boric acid is not precipitate^. 

The following reactions should also be carefully noted : — - 

Reactions of Carbonates and Bicarbonates , — A solution of 
"sodium bicarbonate, made in the cold, gives^off carbon dioxide 
on heating — (test for the presence of jthis gas with lime-water); 
Oe the addition of magnesium sulphsfte to a solution con- 
taining a carbonate a whi^e precipitafte of basic magnesium 

* Solutions which arc to be tested for bicarbonate should always be made in 
the cc/d, since on^headng the following reaction takes place ; 

zNaHCOg NajCO, + HjO COj, 
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carbonate is obtained immediately, but on th® addition of 
magnesium lulphate to a solution containing sodium bicarbon- 
ate no precipitate is obtained until^the solution is boiled j » 

, V^should be noted that solutions containing both carbo*nate 
and bicarbonate usually give a red-brown precipitate with 
mercuric chloride (indicating the presence of carbonate) and no 
j)recipitate with magnesium sulphate until the solution is boiled 
(indicat;ing the presence of bicarbonate). 

Reactions of Sodium Silicate , — A gelatinous precipitate 
•(HgSiOg) is obtained on the addition of ammonium chloride 
\o a solution of sodium silicate, the precipitate being often 
more readily obtained by this means than by the addition of 
hydrochloric acid. 

In this reaction the ammonium silicate first* formed is hy- 
drolysed by the action of vyater giving ammonia and silicic 
acid thus 

Na^SiOg + 2NH,CI + 2NaCl 

(Nhl^\SlO, + 2H2O HgSiOg + 2NH4OH. 

As a confirmatory test a portion of the solution should be»* 
evaporated to dryness with hydrochloric acid and the formation 
of an insoluble residue (SiOg) noted. 

Reactions of Borates . — In addition to the reactions given 
above the presence of borate is indicated by the fallowing 
tests : — 

(1) ’Acidify the solution with hydrochloric acid, dip a piece 
of turmeric paper into the solution and carefuUy dry the paper. 
In the presence of a borate the paper turns orange-brovji and 
this colour changes to bluish-green when the paper is moistened 
with scdium hydroxide or ammonia. The test may also be 
made using an alcoholic solution of turmeric as in testing for 
boric acid in milk (see Vol. II.). 

(2) Mix some borax with a few drops of^concentrated sd- 
phuric aqd and a little alcohol in a porcefain dish. Igi#Hi» 
the alcohol and observe that the^ flame becomes tinged with 
green. 

Ammonium Hydroxide . — Ammonia is usually detected by 
!t% smell and by the fact that the solution on heating gives off 
a gas which turns nlbistened red litmus paper bltft arfd 
turmeric paper brown. * 
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METHODS 6f EXAMINING WATER-SOFTENERS AND SODA 
SUBSTITUTES. 

These preparations «are usually obtained in the fd'm ofe 
lumps 6r powder, which dissolve readily in^jvater. A small 
amount of insoluble matter, chiefly grit etc., is sometimes 
present ; this should be filtered off and the filtrate then testeS 
as described below. 

Other preparations, sold as “cleansers” and “scourers,” 
often contain a considerable amount of grit and sometimes*^ 
soap in addition ; these, hpwever, will be dealt with later (seef 
P- 74)- 

A portion of the substance (if a solid) should be dissolved 
in water or, if a liquid, diluted with water and portions of the 
solution treated with (a) hydrochloric acid, (d) silver nitrate, 
(c) mercuric chloride. This, as indicated above, should give 
some idea as to the nature of the alkali or alkalis present. 

If carbonate is present further tests should be made in 
order to ascertain whether the normal carbonate or the bicar- 
bonate, or both, are present. 

Portions of the solution should also be tested for borate 
and silicate. 

If the substance is stated to have bleaching properties some 
oxidisirfg agent, e.g. perborate or sodium peroxide may be 
present. 

In this case a portion of the solution should* be acidified 
with dilute sulphuric acid and a few drops of a dilute solution 
of potassium permanganate added. If the permanganate is 
decolorised an oxidising agent is present. If borate is also 
found it may be assumed that perborate is present, but this 
subject is dealt with more fully under “Bleaching Agents,” 
gage 149 . 

^ In addition tq the alkaline substances already dealt with, 
s?SRer softeners sometimes contain small quantities ®f neutral 
salts, e.g. chloride and sulphate. 

Portions of the solution should therefore be tested for the 
presence of these substances. 

« 

(^anStative Examination, of “Water Softeners” and 
“ Soda-Substitutfcs 

It is impossible to obtain any real comparison of the relative 
mari^ of various preparations under consideration unless aome 
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information is obtained as to the quantities of# the principal 
constituentsipresent. • 

A qualitative analyses on the lines indicated ^bove#sh6ijld 
^ first be made, and the quantities of tjie principal constituents 
present can then be determined by the ordinary processes of 
quantitative anafysis. 

• The methods to be used will, of course, vary with the nature 
of the^ substances present, but since, as already pointed out, 
su& preparations usually contain sodium carbonate, either alone 
or in addition to one or more of the alkalis mentioned above 
(p. 33), the determinations can, as a rule, be carried out in 
the following manner : — 

Weigh out accurately 2-3 gms. of the substance, dissolve 
in water, filter off any insoluble matter, and dilute to 250 c.c. 
in a graduated flask. 

Determination of Sodium Carbonate , — If the substance con- 
tains sodium carbonate®onIy, titrate 25 c.c. of the solution with 
decinormal acid (using methyl orange as indicator) and calcu- 
late the percentage of sodium carbonate present in the sub- 
stance. (i C.C. N/io acid = 0 0053 gm. NagCOg.) 

Determination of Sodium Carbonate and Sodium Bicarbonatt, 
— If both sodium carbonate and bicarbonate are present the 
quantity of each present may be determined by titrating 25 c.c. 
of the solution with decinormal acid, using first phenol phthalein 
and then methyl orange as indicator. 

It ^quld be remembered that phenol phthalein give^a pink 
coloration with normal sodium carbonate, but^not with sodium 
bicarbonate. 

The method depends upon the fact that when sodium 
carbonate is acted upon by acids the neutralisation takes place 
in two stages — 

Na^COg + HCl NaCl + NaHCOg ist stage. 

NaHCOg + HCl NaCI + HgO + CQ., 2nd stage. 

Wheifhalf the volume of acid required for complete neutral^ 
isation of the carbonate is adSed the sodium carbonate is 
entirely converted into bicarbonate. If, therefore, a solution*' 
. containing sodium^arbonate and sodium bicarbonate is titrated 
with deHnormal acid, #usijig phenolphthalein as indicator, tjie 
disappearance of the pink colauf will show when half the 
volume of acid required to neutralise the sodium carbonate has 
been added. 

If methyl oranere be then^added and the titration continued 
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until all the, alkali present has been neutralised, this second 
titration gives a measure of the volume of aci^ required to 
cqmpl^te thp neutralisation of the carbpnate (i.e. half the volume 
reqirired for complete neutralisation) together with that re-^ 
quired,for the neutralisation of the bicarbonate originally 
present. 

Since the volume of acid required to half-neutralise tlffe 
carbonate is given by the first titration, the volume of acid 
required for the neutralisation of the bicarbonate is obtained by 
difference, and is equal to the volume of acid required for thei 
second stage of the neutralisation, less that required for the^ 
first. It is also equal to the total volume of acid required for 
neutralisation, less twice that required for the first stage. 

This method in which two indicators are employed is not 
one of very great accuracy, since the disappearance of the pink 
colour of the phenol phthalein on the conversion of the carbon- 
ate to bicarbonate does not form a very sharp end point. If 
certain precautions are taken, however, the method gives 
results of quite sufficient accuracy for most practical purposes. 

^ The acid should be run in slowly and well mixed with the 
solution so as to avoid any local excess of acid, or some of the 
sodium carbonate may become completely neutralised, with 
the consequent liberation of carbon dioxide during the first 
stage oC the titration, and inaccurate results will be o*btained. 
For this reason also the titration is best carried out in a 
dish, the contents of which are kept well stirred with 'a glass 
rod. The tip oj the burette should be lowered close to the 
surface of the liquid, and the acid should be run in slowly 
down^the glass rod so as to avoid any splashing and the con- 
sequent liberation of carbon dioxide. 

The following example shows the method of calculation : — 

2*5 gms. of a powder containing sodium carbonate and 
«i*dium bicarbonate were dissolved in water and th^ solution 
made up to 250 c.c. 

25 c.c. of the solution were titrated with decinormal acid. 

Volume of acid required to discharge pipk colour of phenol- 
phthalein = 8*5 c.c. N/io acid. 

Methyl orange was then and® the volume required to 
complete neutralisation = i8*6 c.c. Nfio acid. 

Volume of acid required to* neutralise sodium carbonate in 
25 c.c. solution = 8 *5x2* 17*0 c.c. 
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Volur^e of acid required to neutralise sodiuip bicarbonate 
in 25 C.C. solution = 18 *6 - 8*5 = lo-i c.c., 
or total acid 27*1 c.c. less 2 x 8*5 = 10*1 c.c. 

Fiom the equations 

Na^CO^ + H^SO^-^^Na^SO, + Hfi + CO., • 

106 gms. 98 gms. 

53 )i 49 » (or i litre of N. HjSOJ 
and • 2NaHC03 + H2S04“>Na2S04 + 2H2O + 2CO2 
2 X 84 gms. 98 gms. 

' 84 „ 49 „ (or I litre of N . H2SO4) 

^t will be seen that, • 

I c.c. of N/io acid = 0*0053 gni. sodium carbonate 
and I c.c. ,, ,, „ =0*0084 „ „ bicarbonate. 

Weight of sodium carbonate in 25 c.c. solution 

= 17*0 X 0*0053 gms. 

or weight of sodium carbonate in 250 c.c. solution 

= 17*0 X 0*0053 X 10 gms. 
.*. Weight of sodium carbonate in 2*5 gms. powder 

= 17*0 X 0*0053 10 gms. . 

Weight of sodium carbonate in 100 gms. powder 

= 17*0 X 0*0053 X 10 X 40 

• = 36*0 gms. 

Similarly weight of sodium bicarbonate in 100 gms. powder 

• o - 

= 10*1 X 0*0084 X icTx 
= 219 gms. 

Quantitative Analysis of Mixtures Containing Carbonate, 
Borate and Silicate. 

If sodium silicate or borate, or both, are present in additioji 
to sodium carbonate the total alkalinity shquld be determin^ 
as NagOf by titrating 25 c.c. of the solution (prepared as*te 
scribed on p. 37) with decinorrftal acid, using methyl orange 
as indicator. 

From the equation 

NagO 4 > H;S04 Na2S04 + HgO 
62 gms. 93 gms. • • 

31 ,, 49 n . 

it will be seen that i c.c. N/io acid « 0*0031 gm. NajO. 

The^ quantities of SiO^, fegOg and CO2 present can then be 
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determined Ijy the ordinary processes of quantitative analysis 
as described below. 

^ ' Determipation of Silica (SiOg).— Weigh out accurately 
about I gm. of the subsjanfie into a porcelain dish and qjioisten 
with water.* Place the dish, covered with a clock glass, on 
a water bath ; then gradually add concentrJited hydrochloric 
acid through a small opening, left by drawing aside the cloak 
glass, and stir the contents of the dish with a glass rod. 

As soon as the powder is completely decomposed*, which 
is known to be the case when no gritty particles can be felt*? 
with the rod, remove the clock glass, wash it with distilled* 
water, allow the washings to fall into the dish and eva- 
porate the solution to dryness. Stir the residue well and 
when quite dry add more hydrochloric acid and again evaporate 
to dryness. 

Add hot water to the residue, stir well, allow the solid to 
subside and decant the liquid throughf»a filter. 

Wash the residue (SiOj) two or three times by decantation, 
then transfer it to the filter, wash with hot water, dry and 
ignite. 

From the weight of silica thus found the percentage of 
silica may be calculated. 

Det(rmination of Boric Anhydride (BgOg). — When* sodium 
hydroxide is added to a solution of boric acid the acid is 
{lartiatly converted into sodium metaborate (NaBO^). Sodium 
borate is, however, appreciably hydrolysed in solution, and 
the reaction is fherefore a reversible one and may be repre- 
sented thus • — 

HaBO^ + NaOH NaBO^ + 2H2O. ^ 

For this reason free boric acid cannot be titrated by itself, 
J)ut if a sufficient quantity of glycerol (or mannitol) is added 
tp the solution, hydrolysis is prevented, and when sodium 
^f^roxide in excess of that required to neutralise cthe boric 
acid is added (i molecule NsOH is equivalent to i molecule 
‘-HgBOs), the solution, in the presence of phenol phthalein, 
changes from colourless to pink. c 

This method only gives accurate^ results when the colutidF 
I# absolutely free from carbqpate. * In* the case of mixtures 

the powder contains insoluble tnatter, i.e. grit, it should be disserved 
in water and th% solution filtered to remove the grit. The residue should be 
w^ed with hot water and the filtrate andewashings evaporated to dryness with 
hydro^loric ac^d, as described. 
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containing both carbonate and borate the detergiination can 
however, befatisfactorily carried out a$ follows*— 

Determine the total amount of alkali present (as describee 
on p. g9) by titrating 25*c.c. of iht solution with'decino»ma: 
acid. Boil the neutralised solution for a few minutes t9 expel 
carbon dioxide, **cool and add decinormal caustic soda until 
the pink colour of the methyl orange (a little more of which 
should ^be added if necessary) just assumes a pure yellow 
tinge. At this stap boric acid will exist in a free state. 

^ Add glycerol in such proportion that the total solutior 
\fter titration will contain at least 30 per cent.,t then add a 
few drops of phenol phthalein and titrate with decinormal 
caustic soda until a pink coloration is produced. 

This gives the volume of decinormal soda solution required 
to neutralise the boric acid, and from this the percentage of the 
acid can be found. 

From the equations* 

B2O3 + 3 H 20 -> 2 H 3 B 03 . 2H3BO3 + 2Na0H->2NaB03 + 4H2O 
70 gms. 2 X 62 gms. 2 X 40 gms. 

35 „ 62 „ 40 „ 

(or I litre . N . NaOH) 

It will be seen that 

, I C.C. of N/ioNaOH = 0*0062 gm. H3BO3 

= 0*0035 gm. B2O3. 


-When 


a carlTonate 
A 


Determination of Carbon Dioxide,- 
^ is acted upon by dilute acid, carbon 
dioxide is given off, and the quantity 
of carbon dioxide present may be 
found by determining the loss in 
weight of the substance during the 
reaction. This process may be con- 
veniently carried out in the appar- 
atus sho\^ in the diagram, Fig. 3. 

It consists of a small wide-ne(d<ed 
flask fitted with a two-holed rubber 
stopper. The stopper carries a 
w» 84 raight^ glass tube A which passes 
nearly to the bottom •ofl the flask 
and a small calcium chloride tube* 

K* J volatile in steam, therefore prolonged boiling sSould 

avmded otherwise some of the boric acid Will be lost • ® 
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are fitted wifh short pieces of rubber tubing, which' are closed 
with small lengths of glass rod with rounded en^. 

, ■ T|^e dibite sulphuric acid required for the decomposition 
of the caroonate is placed in a small tube C, which is held 
obliquply by the thin thread supporting it 

The empty flask is first weighed. 

Weight of flask *= W^. 

About I gm. of the solid is introduced into the flhsk and 
the flask again weighed = Wg. ^ 

Then Wg - Wj = weight of substance used for experiment# 

The small tube is filled with dilute sulphuric acid, and the 
apparatus then fitted up ready for use, as shown in the diagram, 
and weighed (without the caps). 

Weight of apparatus ready for use = W^. 

The tube A is then closed by means of the cap and the 
acid is caused to flow over the carbonate by tilting the flask, 
so as to cause a gradual evolution of carbon dioxide. When 
all the acid has been poured from the tube and the efferves- 
cence has ceased, the flask is warmed. The cap on A is re- 
moved and a slow stream of air is drawn through the flask 
and drying tube (by means of a water pump attached to the 
calcium chloride tube B) to displace the carbon dioxide. 

The tubes A and B are then closed by means of the caps 
*and the apparatus when quite cold is weighed again (without 
the caps). 

Weight of apparatus after the experiment = W4. 

Then W3 - W4 ~ loss in weight of apparatus due to the 
evolution of CO2 ; or, the weight of CO2 evolved from 
^2 “ Wj gm. of powder. From this the weight of CO2 
evolved from 100 gms. can be calculated. 

Determination of Carbon Dioxide by Means of a Nitro- 
meter, — The percentage of carbon dioxide can also be deter- 
mined by measuring the volume of gas evolved on treatment 
with dilute acid. 

This process may be carried out in a Lunge Nitrojneter.^ ’ 

L%nge Nitrometer. — A 4 ijigram*of*the apparatus is shown 
in Fig. 4. It consists of a measuring tube A graduated from 
0-56 c.c. and fitted at, the t6p with a two-way tap B, by 
pfieans of which A can be connected either with the ^nnel F, 
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which is open to the air, or with the capillary sije tube C to 
which is attafhed, by means of a piece of rubber* pressure tub- 
ing, the flask D containing a small glass tube E.^ D ^d' P 
^togeth^r contain all the necessai^ Re- 
agents for generating the gas of which 
the volume is to be measured. 

• The other end of the measuring tube 
A is connected by a flexible rubber tube 
with a glass tube P, known as the pres- 
•eure tube. 

« To fill the nitrometer with mercury 
or other suitable confining liquid^ turn 
B so that A is open to the air ; pour the 
liquid into the pressure tube P and raise 
this tube until the liquid fills A. Then 
adjust the height of P so that the liquid 
is at the same level in* both tubes and 
stands at about the i c.c. mark in A. 

Close the tap B. 

If mercury is used as the confining 
liquid the apparatus must be supported over a mercury tray. 

Note. — The nitrometer is graduated to measure 50 c.c. of 
gas and the amount of substance used should be such that not 
more tKan 30-40 c.c. of gas are given off under ordinary 
atmospheric conditions. 

The equation 

Na2C03 + H2SO4 -> Na2S04 + H 20 * 4 * CO2 
106 gms. 44gnis. ^ 

(22-4 1 . at N.T.P.) 

shows that 106 gms. of anhydrous sodium carbonate would 
liberate 22*4 litres of gas (at N.T.P.) or o*io6 gm. would 
liberate 22*4 c.c. So that in the case of a preparation whicl> 
contains only a proportion of sodium carbcmate, o*2-0*S gn*. 
should yfeld a volume of gas which can be conveniently^ 
measured in the nitrometer. * 

If this quantity is found to give only a small reading 
^another experimerrt using a larger quantity should be made. 

To Determine the J^md^nt of Carbon Dioxide in a “ Watej^- 
Softener — Fill the nitrometer with brine. Weigh the flasl* 

* Confining liquid.— confining 'liquid v^hich should be used depends on 
the nature and solubility of the gas to be collected. For carbon dioxide brine 
should be used, as the cas is less soluble in this than in water. 
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D, introdugs a small quantity of the powder, d*2-0*5 gm., 
into the flask and weigh again. 

^ ‘ 1 ^ 11 1^ small tube T with dilute sulphuric acid and sus- 
pend in D by a thin .Jthi'ead, so that it stands obliquely ip 
the fl^sk without touching the stopper and without slipping 
into a horizontal position (see Fig. 4). Attach the flask D 
to the capillary tube C by means of the rubber pressure 
tubing. 

Turn B so as to connect D with A. As a rule, owing to a 
slight compression of the air in D, the level of liquid in A falk 
through a short distance. In this case adjust the height tfi 
P until the level of liquid* in the two tubes is again the same; 
the air in D will then be at atmospheric pressure. 

Read the level of the liquid in A. 

In order to test whether the apparatus is gas tight, lower 
the pressure tube P so that there is a difference of about eight 
inches between the level of the liquid in this tube and that of 
the liquid in the tube A. After about two minutes raise the 
tube P so that the level of the water in it is the same, as that 
in the tube A. If the apparatus is gas tight, the volume of 
air in A will be the same as before. If this is the case, lower 
the tube P slightly and tilt the flask D gently so as to bring 
the acid into contact with the powder. As the gas is evolved 
graduadly lower P, so that the level of the liquid in this tube 
is always slightly lower than the level of the liquid in A ; in 
*this way unnecessary pressure in the apparatus is avoided. 

When the i;eaction is complete (i.e. no further alteration 
of the level of the liquid in A is observed) raise P until the ' 
level* of the liquid in the two tubes is again the same and 
allow the apparatus to stand for about half an hour, Jn order 
to ensure that the gas is at room temperature. 

Read off the volume of the gas in A, after finally adjusting 
•the levels of the liquid in A and P. This reading, minus the 
^fiist reading, gives the volume of gas evolved during the reac- 
tion, measured at atmospherjc temperature and pressure. 

Note the barometric pressure and the room temperature 
and correct the volume of gas to o® C. and 760 mm. pressure. 

Calculate the weight of this volume ofVarbon dioxide, 
Ijenca find the percentage of carlfcn* dioxide libera1:ed from 
• the powder, 

Example , — 0 30 gm. of a water-softener gave 30*6 c.c. of 
carbon dioxide measured at 761 mm. pressure and 17*^ C. ; 

(The tension of aqueous vapbur at 17® C. =* 14*4 mih.) 
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The volume of gas corrected to o° C. and 760 mm. pressure 
273 761 - 14-4 ^ ‘ 


^ 290 760 

= 28-3 C.C, 


760 


SincjB 22*4 litres of COg at N.T.P. weigh 44 gms. 

22*4 C.C. „ „ „ „ 0-044 gm. 

Thus the weight of carbon dioxide liberated from 0*3 gm. 
28-3 X 0-044 


of powder ~ 


22*4 


and the weight of carbon dioxide in 1 00 gms. 

28-3 X 0-044 X 100 

^ =18-5 gms. 

22 -^.x 0-3 ^ ^ 

The powder contains 18-5 per cent, of carbon dioxide. 


Determination of Moisture , — If the substance is a solid the 
percentage of water present can be determined in the usual 
manner, i.e. by weighing out 2-5 gms. of the substance and 
drying to constant weight over a burner. 

It should be noted that if sodium bicarbonate is present, 
there will be a loss in weight on drying due to its conversion 
into sodium carbonate, and unless a correction is applied this* 
loss will be returned as moisture. 

2 NaHC 03 -^ Na^COg + E,0 + CO^ 

2 X 84 18+44 

2 X 84 62 

84 31 

Thus on 84 gms. of sodium bicarbonate there would be a 
loss on heating of 3 1 gms. 

HenceHf the percentage of sodium bicarbonate has already” 
been determined (see p. 37), this* figure multiplied by will 
give the correction which should be subtracted from the per- 
^. -^^ tage loss on drying, in order to obtain the percentage of 
'moisturtf in the powder. 

Discussion of the Results. 

• 

A discussion as to the relative suitability of the different 
alkalis for laundry and other^purposes will be dealt with in 
the coursa of fectures. 
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It may, however, be noted here that no universal water- 
softener can be considered satisfactory, since thfe nature and 
quantity ofTche reagents u^ed for softening should depend, as 
shown below, on the type of water to be dealt with, aifd also, 
that preparations containing considerable quantities of sodium 
silicate are unsuitable for laundry work. 

CALCULATIONS AND EXPERIMENTS RELATING TO THE 
SOFTENING OF WATER. 

As the gallon is still used as the standard measure ojf 
volume in most laundries^ it is convenient for this purpose to 
express the hardness in terms of grains of calcium carbonate 
per gallon, and to regard one degree of hardness (T) as that 
due to I grain of calcium carbonate, or its equivalent of any 
other calcium or magnesium salt, dissolved in one gallon of 
water. 

The agencies which may be considered to be available for 
the process of softening in laundry practice are heat, addition 
of lime, caustic soda, sodium carbonate and mixtures of the 
last three. 

Heat . — The application of heat only removes the temporary 
hardness. The dissolved carbon dioxide is removed by boiL 
ing and the calcium or magnesium bicarbonate cfriginally 
present is precipitated as the insoluble carbonate thus : — 

CaCOg. HgCOg-^CaCOg + HgO + CO2. 

On a large-scale, heat is as a rule out of the question on 
the sfore of expense, and one or more of the above-mentioned 
substances must be employed. To ensure good results with 
economy, the principles on which the application of these sub- 
stances is based should be clearly understood. 

^ Lime . — Lime removes the temporary hardness by neutral- 
ising the dissolved carbonic acid, thus converting the soluble 
^cium or magnesium bicarbonate into insoluble calcium 
carbonate thus : — 

CaCOg . HgCOg + Ca(OH)2 -> 2CaC03 + 2H2O. 

100 CaO . HgO 

56 + 18* 

Hence water which has' 6nly temporary hardness may be 
softened by the addition of lime either in the form of slaked 
lime or lime* water. 

^ The solubility of lime in wat^ is only about ^ part in 700, 
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and this involves the use of relatively large volimies of the 
solution whicll is often inconvenient in practice. * 

For this reason the lime is usually made up to ^milk->withf 
small^uantity of water and added in •this form. ^ 

From the equation given above it will be seen that loo 
parts of calcium carbonate, present as bicarbonate, will require 
, 56* parts of quicklime (CaO) or 74 parts of slaked lime 
(Ca(OHi2)j and if the temporary hardness of the water has 
' been determined the amount of lime which should be added 
ftn easily be calculated. 

‘ • In practice it is not possible to realise such a perfect re- 
action as is represented by the equation, and with most waters 
more lime will be required than is indicated by the temporary 
hardness, as there is in nearly all cases a larger amount of 
carbonic acid than that which .is necessary to hold the carbon- 
ates of calcium and magnesium in solution. 

A preliminary expefiment should be made using the 
amount of lime indicated by calculation from the temporary 
hardness, and if the softening thus effected is found to be in- 
sufficient a further trial, using a larger proportion of lime, can 
be made. 

Sodium Carbonate * — The addition of lime leads only to 
the remov|il of the temporary hardness, and when water is hard 
from the presence of calcium sulphate or chloride the proper 
softening agent to use is sodium carbonate, the reaction being 
represented thus : — 

CaSO^ + NagCOg CaCOg + Na2S04 
136 106 

(= 100 of CaCOg). 

Calcium carbonate is precipitated and the sodium sulphate 
remains in solution. 

From the equation it will be seen that 100 parts of the 
calcium salt in terms of carbonate will requipe 106 parts ofj 
sodium carlfbnate. 

* Sodium Carbonate,— kXthough. sodium carbonate is usually employed to 
remove permanent hardness, it will also react with calcium bicarbonate as shown 
in the following equation 

• CaCOj . HjCOj, +^NajC03 -> CaCOj + aNaHCO,. 

' On heating, the bicarbonate decomposes, fonping carbonate ; — 
sNaHCOg -? NajCOj + HgO + CO,. 

The water is thus left alkaline from the presence ©f sodium carbonate (and bi- 
carbonate) and this is a disadvantage if the water is to be used fof the washing 
of A^ollen and silk eoods. (See pp. qi^ind 97 for action of alkidis on silk ana 
^ool.) 



48 . APPLIED -CHEMISTRY 

Testing •with soap solution after softening will shoi^r 
whether the fiardness has been satisfactorily renroved, but will 
ivot indicafe whether too, much sodium carbonate has been 
added, and for this r^son it is advisable to deterni 4 ne the 
alkalinity of the water before and after softening. 

Caustic Soda . — Caustic soda behaves like lime with regard 
to temporary hardness, but in this case sodium carbon&te 
is formed and is thus available to react with the si^bstances 
present in the water which give rise to permanent hardness. 

CaCOa . H^CO, + 2NaOH CaCOg + NagCOg + 2H20^. 

100 ^0 io6 * 

CaS 04 + NagCOj CaC 03 + Na 2 S 04 

136 106 

(= 100 of CaCOg). 

If, therefore, the two forms of hardness are in about equal 
proportions the addition of an appropriate amount of caustic 
soda would effect a satisfactory softening. 

The equations show that : — 

100 parts of calcium carbonate will require 80 parts of 
caustic soda, and this will produce sufficient sodium carbonate 
to remove 100 parts of permanent hardness (expressed ^as 
CaCa). 

Here again it should be remembered that the water will 
I probably contain excess of carbon dioxide, and a trial experi- 
ment should be made in order to see if further softening can 
be effected, bycising a little more caustic soda than the amount 
theoretically indicated, without appreciably increasing the* 
alkalinity of the water. 

This method of softening has the advantage that the de- 
posit obtained is less bulky than when lime is used, and if the 
water has to be filtered after softening it may be inconvenient 
,to deal with a large amount of solid matter. 

SUMMARY OF METHODS Of SOFTENING WATER. REMOVAL 
OF TEMPORARY AND PERMANENT HARDNESS. 

The most suitable softening a^ent to "employ and the 
iportlbns of reagents to be used depend on the degree of hard- 
ness of the water and the relative amounts of temporaxy and 
permanent hardness. 

Waters* also vary m the character of the deposit, ^vett 
with softeping agents, and whelher this settles ^or filters ei^ily 
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will be found frequently to depend on the nature of the softener 
used. So farlas this particular point is concerned each water 
must be treated on its ow^ merits, but the general principles 
guiding#the choice and application o^ softening agents for 
waters exhibiting mixed hardness may be briefly summarised 
here. 


(a)^ The Use of Lime and Sodium Carbonate. 

A water containing both temporary and permanent hard- 
ness can be softened by adding lime equivalent to the temporary 
hardness together with sodium carhpnate equivalent to the 
permanent hardness. 

(^) The Use of Caustic Soda. 

As already indicated (see p. 48) if the temporary and 
permanent hardness are ^present in about equal proportions 
the water may be conveniently softened by the use of caustic 
soda. 

Caustic soda equivalent to the temporary hardness should 
be added, and this will furnish sufficient sodium carbonate to 
remove an equivalent amount of permanent hardness. 

9 

(r) The Use of Lime and Caustic Soda. 

A water in which the temporary hardness exceeds the^^er- 
manent hardness can be softened by adding# caustic soda 
^uivalent to the permanent hardness, and lime equivalent to 
the difference between the temporary and permanent hardness. 

The temporary hardness removed by the action of the 
caustic soda will be equivalent in amount to the permanent 
hardness and the excess of temporary hardness will be re- 
moved by the lime. 

(d) The Use of Caustic Soda and Sodium Carbonate. 

A water in which the permanent hardness exceeds the 
Jemporary hardness ^an be softened by adding caustic soda 
equivalent to the tempofar/ hardness and sodium carbonate, 
equivalent to the difference belPwCen the permanent and 
temporary hardness. , • 

The amount of permanent hardness Removed by^he sodium 
carbonate will be equivalent to the temporary hardness, and 
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So 

the excess<»of permanent hardness will be removea Dy tne 
additional sSdium carbonate. ^ 

S With C water of this, type it is,, advisable to make a trial 
ejfperiment, using cauiftic soda alone, in slight excess, &s unless 
the permanent hardness greatly exceeds the temporary hard- 
ness, it is possible that the excess of carbonic acid when 
neutralised with caustic soda will furnish sufficient carborfate 
to remove this excess of permanent hardness (see p.48). 

Degree of Softening. 

Water which is to ‘oe used for laundry purposes only 
cannot be too soft, but the cost of removing the hardness com- 
pletely may exceed the loss due to waste of soap caused by 
moderate hardness, and softening down to between 4° and 6 ° 
may be considered as far as it is practicable to go with due 
regard for economy. ^ 

CALCULATION OF THE QUANTITIES OF REAGENTS REQUIRED 
FOR SOFTENING A GIVEN VOLUME OF WATER OF KNOWN 
DEGREE OF HARDNESS. 

Since by definition, i'’ of hardness - i grain of calcium 
carb6nate (or its equivalent) in l gallon, the numbei* of grains 
of calcium carbonate present in any given number of gallons 
of ^*ater may be taken as the product of the number of gallons 
and the degrees of hardness. (See, however, p. 19.) 

For example, 10 gallons of a water of 12® of hardness wili 
contain 12 x 10 « 120 grains of calcium carbonate (or its 
equivalent). t 

The equations given on pages 46-48 show that i grain of 
calcium carbonate is equivalent to 

0*56 grain CaO, 
or 0*8 „ NaOH, 

,, I 'o6^ ,, Na 2 C 0 g. 

Thus, 

grains ofCaCOg x 0*56 » grains of lipe required to soften 

, the watef 

„ „ X o*§ „• •„ caustic soda required to 

^ soften the water 

„ „ X j 06 «=* „ „ sodium carbonate re- 

quired to soften the ^water* 
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Example. 

Calculation of the amounts of reagents required to sdften* 
ijo gallons of water having 14® of temporary hardness and 
6® of permanent haj-dness : — • 

(a) With Lime and Sodium Carbonate, — ^Add lime equi-^ 
vafent to the temporary hardness and sodium carbonate equi- 
valent to, the permanent hardness (see p. 49 (^2:)). 

The temporary hardness = 14'’ = 14 grains in i gallon 

= 140 „ „ 10 gallons. 

Quantity of lime required ^ 140 x 0-56 grains 

= 78*4 grains. 

The permanent hardness = 6° = 6 grains in i gallon 

= 60 „ „ 10 gallons. 

Quantity of sodium carbonate required = 60 x i *06 grains 

= 63-6 grains. 

(^) With Lime and Caustic Soda. — Add caustic soda 
equivalent to the permanent hardness and lime equivalent to 
the difference between the temporary and permanent hardness 
(see p. 49 {c)). 

The permanent hardness = 6° = 6 grains in i gallon 
o ^ 60 „ 10 gallons. 

Quantity of caustic soda required = 60 x o*8 grains 

- 48 grains. 

Temporary minus permanent 
hardness = 14° - 6°*- 8® 

= 8 grains in i gallon 
= 80 „ „ 10 gallons. 

Quantity of lime required = 80 x 0*56 grains 

= 44 8 grains. 

To Convert Grains to Grams. — In the laboratory it will 
be found moje convenient to express the result in grams instead 
of grains. 

I gram = IS ’4 grains. 

Hence, grains x — 1 — ( =x 0*065) =* grams. 

15*4 

Experiments on»the Softening: of Water. 

T . • • 

in carrying out experiments on water-softening it is ad- 
visable, if satisfactory results are^to be obtained, to work with 
% fairly large quantity of water, e.g. 10 gallons. 
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To softfep 10 gallons of water for laundry .purposes pro- 
ceed in the following manner : — 

'' ^ Deterfiiine the temporary and permanent hardness of the 
water by means of a ^standard soap solution as described on 
page* 23 . 

Determine also the alkalinity of the water (Hehner’s 
Method, p. 25). 

Measure out 10 gallons of the water into a suitable con- 
taining vessel. 

I. To Soften with Lime and Sodium Carbonate. — Calcu- 
late as shown above thf number of grains of lime and the 
number of grains of sodium carbonate required. Convert 
grains to grams and weigh out the necessary quantities. 

Mix the lime to a smooth paste with water, thin down 
with more water and pour into the 10 gallons of water to be 
softened. 

Add the sodium carbonate dissolved in a small quantity 
of water. Stir well and leave the water to stand for several 
hours until the precipitate has settled. 

Draw off a sample of water from the top without disturb- 
ing the precipitate. 

Determine the temporary and permanent hardness, "also 
the a^l,kalinity. , 

If the softening is found to be insufficient, repeat the ex- 
perjpient, increasing the amount of lime and sodium carbonate 
in the proportions indicated by the results. 

If a decrease in the hardness is accompanied by an increase 
in alkalinity too much sodium carbonate has been added and 
the quantity used should be decreased in making a second 
experiment (see p. 48). ' 

If the water has been softened down to between 4® and 6° 
of hardness without increasing the alkalinity a second ex- 
periment need /lot be made (see p. 50). 

II. To Soften with Caustic Soda and Lime.-r^Xi London 

water the temporary hardniss exceeds the permanent hardness, 
and if caustic soda is to be employed it should be used in con- 
junction with lime (see p. 49 (c)). ^ 

Calculate as shown above th? number of grains of caustic 
soda and the number c^f grains ‘of ^lime required. Convert 
grains to grams and weigh out the liecessary quantities. 

Mix the lime to a. thin fiaste with water, add the caustic 
spda diss 61 ved in a small qusyitity of water, mix with the 10 



THE PERMUTIT.E PROCESS 53 

gallons 01 water to be softened and stir well. Allpw to stand 
for several hoirs and then proceed as in I. 

Water-Softening by the Pern'utite Process. 

Another procesie for water-softening, known as the*''‘/^r- 
mtUite process^' has recently been introduced. 

Sodium permutite^ artificial zeolite, is a hydrated silicate 
of sodium and aluminium formed by fusing together quartz 
(SiOg), china clay (AI2O3 2Si02 . 2H2O), and sodium carbonate. 

^ After extraction with water a crystalline mass, which may 
be represented by the formula Na^O . 2Si02Al203 . dHgO, is 
obtained. 

When water containing calcium and magnesium salts is 
filtered through a considerable layer of this material (60-100 
cm. in depth) the calcium and magnesium replace the sodium 
of the permutite and the water is thereby softened. 

The reactions which take place may be represented thus : 

Na^O . 2Si02 . AI2O3 + CaCOs -^Na^COg + CaO . 2Si02 . Al^Og 

“ Sodium permutite » Calcium permutite 

Na20.2Si02, AI2O3 + CaSO.-^NagSO, + CaO. zSiO^. AlgOg 

“ Sodium permutite ”. “ Calcium permutite ”. 

The sodium permutite when exhausted can be regenerated 
by passing a concentrated solution of salt through the per- 
mutite layer, when the following reaction takes place : — 

CaO . 2Si02 , AI2O3 + 2NaCI Na20 . 2Si02 . + CaCla 

Calcium permutite « Sodium permutite ”. 

It should be noted that in the case of water having 
temporar}’^ hardness the water will be left alkaline owing to the 
formation of sodium carbonate (see note, p. 47). 



Chapter III. 

SOAP. 

A 

Soaps as ordinarily understood are either the sodium salts 
(hard soaps) or potassium salts (soft soaps) of fatty acids of 
relatively high molecular weight. 

Resins are also used in the manufacture of some soaps and 
contain an acid of high molecular weight known as abietic 
acid (C44Hg^Og). ^ r 

The raw materials from which soaps are manufactured vary 
considerably, but they are, with the exception of resin, animal 
or vegetable fats or oils. 

Chemically, the fats and oils are composed of the 
glyceryl esters of the fatty acids, and the action of the caustic 
alkalis used to convert them into soaps consists in the pro- 
duction of the sodium or potassium salts of the fatty acids with 
the accompanying formation of glycerol. 

' This change may be regarded as an example ef hydroly^ 
sisl^ the term '"‘saponification'^ is, however, more generally used 
to describe the special case of the hydrolysis of fats by alkalis* 
in the production of soap. 

Taking tristearin as a typical example of a glyc.eryl ester 
of a fatty acid, and caustic soda as the alkali used to effect 
saponification, the reaction may be represented as follows : — 

CHg . OOC7 Ci7h;; NaOH CH^OH 

c!h . OOC . CijHjs + Na(5H -♦ sCi^Hj^COONa + (!:H0H 

I Sodium stearate. | 

CHg . OOC . Na OH c CH,OM 

Tristearin. ® Glycerol. 

In the presence of a suitable catalyser fats can be split up 
by the action of steam^ i.e. by hydrolysis, into fatty acid and 
glycerol. 


( 54 ) 
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,.H,,COOH 

^^(Tjaric acid. 

Glycerol. 

The fatty acid is separated from the aqueous solution of 
glycerin^ and converted into soap by neutralisation with sodium 
/carbonate. 

^Cj^HggCOOH + NagCOg -> 2Ci7Ho5COONa + H 2 O + CO 2 

Sodium stearate 
(Soap). 

This method is chiefly employed where it is necessary to 
separate the glycerol completely, and also to use up the more 
liquid portions of the fatt^ acids obtained after the separation of 
the stearic and palmitic acids required for the manufacture of 
candles (see p. 258). 

The fatty acids thus obtained are usually dark in colour 
and the soap prepared from them is generally considered to be 
inferior to that prepared by the saponification process, 

The fats used in making soaps vary considerably in com- 
position,. but the following are given as examples, t^ether 
with the names of the principal fatty acids contained in them, 
these acids being present in the form of their gl^j^^eryl* 
esters : — 


CHjjOH 

CHQH 

I 

CH,OH 


CH,. OOC.CijHim HOH 

I < 

CH . OOC.QjHjj + 

I " 

CH, . . QjHm HOH 

Tristeahn. 


Fat or Oil, 
Tallow 
Olive oil 
Palm oil 


Cottqji-seed oil 
Castor oil 
Cocoa-nut oill 
Palm-nut oil J 


Adds. 

Stearic, oleic, palmitic 
Oleic, palmitic, linoleic 
Palmitic, oleic (some of the 
palmitic acid may be 
present in the free state) 
Oleic, linoleic, stearic, palmitic 
Ricinoleic, stearic 

Myristic, lauric, palmitic, oleic. 


The preparation of different types of soap on a larg^ seal® 
willlse dealt with in the course of*thfe lectures ; soap may, how- • 
ever, be prepared on a small scale in the laboratory bytth6 
following methods ; — 
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PREPARATION OF SOAP FROM FAT OR OIL. 

« f 

I. SAPONIFICATION WITH CAUSTIC SODA. 

Weigh out 10 gmsjiof fat or oil into a large porcekin dish 
and warm on a water bath. 

Dissolve I ’5 gms. of caustic soda in about 25 c.c. of water, 
add to the warm fat or oil and stir well. ' 

Continue the heating, stirring at intervals and addjpg more 
water, if necessary, until saponification is complete. 

If the process is carefully carried out the mixture shoulfi 
become milky in appearance, with the production of a considei- 
able amount of froth and ^lather on stirring. When this stage 
is reached some of the mixture should be removed from the 
dish and treated with hot distilled water in a test tube. If 
saponification is complete a clear soapy solution will be ob- 
tained, but if unsaponified fat is still present the solution will 
be turbid and the heating with sodium hydroxide must be 
continued. 

When saponification is complete remove the dish from the 
water bath and allow the soap to stand until it forms a firm 
cake. 

Some of the soap thus prepared may then be examined* as 
described under Reactions of Soap (see below). 

II. BY HYDROLYSIS TO FATTY ACID AND NEUTRALISATION 
WITH SODIUM CARBONATE. 

The conversion of fat to fatty acid and glycerine can bcr 
effected in a variety of ways ; most of the process employed 
involve the use of superheated steam, but in the Twitchell 
Process hydrolysis is effected by the action of stea*m under 
ordinary atmospheric pressure. 

, The reagent (Twitchell’s reagent) required for this process 
is prepared by adding concentrated sulphuric acid to a mixture 
of oleic acid with an aromatic hydrocarbon, e.g. feenzene or 
naphthalene, in such a manntr that temperature during mixing 
does not rise above 30'’ C. The reaction which takes place in 
the case of benzene may be represented a% follows : — 

QH^ ITH^+HOT ISOsH + Efi 

Benzene. SulphuVic^acid. Benzene 

+C17H33COQH sulphonicacid. 

Benzene sulphonic acid. Oteic acid, 

. (SO3H) . C,^E,, . COOH. 

Sulpho-benzene ^teari^ aci^r 
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The suloho-benzene stearic acid separates aut as a dark 
viscous oil, and when 0‘5-ro per cent, of thi% substance is 
added to a fat (or oil), tlje fat can ^be hydrolysed^o fatly acid 
and glycerine by passing steam (a 4 atmospheric presjfure) 
through the mixture for some hours. , 

On standing *the fatty acids collect as an oily layer and 
the aqueous solution containing the glycerine is drawn off. 

TOy convert the fatty acid to soap by neutralisation with 
sodium carbonate proceed in the following manner : — 

’ Weigh out 10 gms. of the fatty acid into a large porcelain 
•dish. Dissolve 2*5 gms. of sodium carbonate in about 20 c.c. 
water, add to the fatty acid, stir v^%ll and warm the mixture 
on a water bath until the evolution of carbon dioxide has 
ceased and a smooth homogeneous paste is obtained (see 
equation, p. 55). 

To show that neutralisation is complete dissolve a portion 
of the mixture in hot distilled water. A clear soapy solution 
should be obtained. Free fatty acid will give rise to a turbid 
solution owing to its insolubility in water. 

Some of the soap thus prepared may be examined as 
described below : — 


REACTIONS OF SOAP. 

I. Dissolve some of the soap in water, warm the Solution 
and add a slight excess of dilute sulphuric acid. The solution 
becomes turbid, and on gently warming, a clear, oiljT layer 

^ (fatt)^ acids) separates at the surface. • 

Taking sodium palmitate as an example of a soap tjie re- 
action may be represented by the equation : — 

2Ci5H'3i . COONa + H2SO, -> 2C15H31 . COOH + Na2S04 

Sodium palmitate Palmitic acid 

(soluble in water). (insoluble in water). 

• 

II. Dissolve some of the soap in water and add saturated 
brine. P§ curdy precipitate of soap separates out. 

Soap is soluble in water, but insoluble in the presence of 
excess of salt. 

III. If soap is .prepared by the saponification process as 
described in method I. above, the glycerol liberated hy the 
saponification of the fit'will he deft in the soap^ and ifs. 
presence may be shown in the following way : — 

• 

* When soap is prepared on a large scale most of the gl3^erol is removed 
fron) the soap during the process of manufactory, and soap as a rule does not 
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Dissolve , about 5-10 gtns. of the soap in water (about 
200 C.C.), warm the solution on a water bath and^add a slight 
exces^ of dilute sulphuric acid. Continue to warm until the 
fatty acids have separat|;d *as a clear oily layer and th« solu- 
tion below is only slightly turbid. 

Cool and remove the cake of fatty Acids (see p. 61). ^ 
Neutralise the solution by adding a slight excess of barium 
carbonate, filter and concentrate the filtrate to a smajl bulk 
(i.e. to the consistency of a syrup). Add to a portion of the 
residue about twice its weight of potassium acid sulphate and*" 
heat strongly. The glycerol is thereby converted into acroleiiv 
(C3H4O), which may be recognised by its extremely penetrat- 
ing odour resembling that of burning fat. 

The potassium acid sulphate acts as a dehydrating agent, 
with the result that two molecules of water are removed from 
the glycerol thus : — 


CH, 

1 

OH 

1 

CH 

1 

OH 


C\^OH 

Glycerol. 


CH, 


CH + 2H2O 

I 

CHO 

Acrolein, 


Thd presence of glycerol may also be shown by* mixing 
another portion of the residue with a saturated solution of 
bora^^'to which sufficient phenol phthalein has been* added to 
produce a distinct red colour. The red colour is discharged, 
but returns again on boiling. 

Tlfiis is due to the action of glycerol in preventing the 
hydrolysis of the borate (see p. 40). On boiling, hydrolysis 
takes place with the consequent return of the red colour. 


COMMERCIAL SOAPS. 

In order to suit various requirements, soaps^in great 
variety have been placed upon the market, but by far the 
largest quantities of soap are used for laundry, toilet and 
other household purposes. ^ 

The properties and methods o( preparation of the most 
jfbmm 6 n types of soap will^bg dealt *wjth in the course of^^the 

coofwn any appreciable amouyt of glycerol (see p. 68). Soap prepared by 
mn^thod II. shoWd not contain any glycerol, since the aqueous solution contain- 
ing glycerol is separated from the fattyacids before the latter arc neutraliaadi 
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lectures, and it is only necessary here to consider such pro- 
perties of Ae soap as must be taken into consideration in 
making an examination of a commercial soap. 

Lewkowitsch* considered that5^«r| commercial soaps, rpade 
on a large scale, should contain 30 per cent, of water and 60-64 
per cent, of combined fatty acids, and that such soaps might 
be described as genuine soaps 

Soaps containing less than 30 per cent, of water have either 
become dried on exposure to the air or have been artificially 
i dried. 

^ The substances obtained by the action of alkalis on resins, 
which consist chiefly of the sodiu^n salt of abietic acid (see 
p. 54), are hardly to be described as soaps, but the substitution 
of resin for part of the fatty matter used in making soap is 
considered to be legitimate. The introduction of resin is, 
however, disadvantageous in the case of soaps used for laundry 
work, since white goods^ if washed repeatedly with resin soaps, 
become a bad colour, i.e. develop a yellowish-brown tinge. f 
In addition to “genuine soap” commercial soaps may 
contain a slight excess of free alkali ; this is more particularly 
the case with genuine “ mottled soaps 

Lower quality soaps are often filled^^ or adulterated with 
substances such as sodium carbonate, sodium silicate, borax 
and occasionally also with other mineral matter, chaik, grit, 
etc. These substances are added with a view to “ hardening ” 
the soap, i.e. their presence makes it possible to increase thft 
water content of the soap without making it unduly soft. 

Soft Soaps consist of a mixture of the potassium salts of 
the fatty acids with a solution containing all the glyterine 
from the fat, together with a slight excess of caustic potash 
and potassium carbonate. 

Toilet Soaps are as a rule “ milled'^ soaps. “ Milled ” 
soaps are prepared by carefully drying shavings of the soaps 
so that they lose about 20 per cent, of water. The soap ^is 
then cru!#ied or “ milled and finally compressed to form a 
firm cake. * 

A soap prepared in this way will usually contain about 
80 per cent, of combined fatty acids. 

Cereal Soaps are prepared by treating starchy and a]|)umijjf- 
ou^ materials, such as« are. found* in the germ and bran ofi 

* “ Technology and Analysis of Oill, Fats Waxes,” Vol. III. 
t See Jackson, Detergents and Bleaching Agents Iked in Laundry 
Work Cantor Lectures, Royal Society of Arts, 1907. 
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various cereals, e.g. maize, oats etci, with a strong solution of 
caustic soda. ^ * 

, A , considerable amount of alkali is taken up and the 
soflkim salts of amino apids* formed ; ’these, it is claimed, have 
deterge;it properties similar to those of the sodium salts of 
the fatty acids, i.e. to soap. Further, it is claimed that these 
detergent properties are unaffected by the presence of saltc 
of lime or magnesia, or of common salt, in the water. To 
neutralise the excess of alkali used during the process of 
manufacture, a suitable proportion of free fatty acid may be 
subsequently added, and cereal soaps will thus usually be,, 
found to contain some reahsoap. 

Difficulty will probably be experienced in trying to sepa- 
rate the fatty acid from such soaps, since on the addition of 
hydrochloric acid (see p. 6i) a curdy mass separates which 
contains the residue of the cereal matter used, as well as the 
fatty acid. The fatty acid may, however, be separated, after 
acidification, by extraction with ether (see p. 73). 

THE CHEMICAL EXAMINATION OF SOAPS. 

In making an examination and valuation of a commercial 
soap it is hardly necessary to make a complete chemical 
analysis, embracing a search for all substances that may 
possibly be present, and such a course would be of little prac- 
tical qge. 

The foregoing remarks on commercial soaps show that the 
most important Tactors to be taken into consideration in the 
examination of a soap are ; — 

I. Determination of the Amount of Fatty Acids, since 
this gives a measure of the amount of genuine soap present. 
The detection of resin in the fatty acids is also of importance 
if,the soap is to be used for laundry work (see p. 59). 

II. Determination of Alkali, Combined, Free Caustic 
Alkali and Alkaline Salts. — The amount of combined alkali, 
i.e. alkali present combined with the fatty acids to form soap, 
should be determined, and also the quantity and nature of 
the free alkali * (if any). 

* alkali , — The term free alkali includes all substances other than 
soap which have an alkaline reaction, i.e. caustic alkali, and salts such as 
sodium carbonate, carbonate, silicate, etc., which are referred to as *' alkaline 
salts 
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Any ins^uble mineral htatter can be conveniently deter- 
mined after the removal of free caustic alkali and alkaline salts 
(see p. 67). 

• 

III. Determination of Water in Soap.— -The results of 
I. and II. will, as a rule, give a sufficiently accurate measure 
df the actual amounts of soap and alkali present (see p. 66), 
and it a is by no means always necessary to make a direct 
determination of the water present in the soap, though in 

^sorne cases it may be advisable to do so. 

• 

IV. Examination for Other Substances Occurring in 
Soap. — Glycerol, unsaponifiable matter, etc. 

METHODS OF SOAP ANALYSIS. 

Sampling . — In ord<y to avoid serious errors care must be 
taken in sampling the soap, especially for the determination 
of water. On exposure to the air soap dries on the surface 
and a coating or “ skin” is formed on the outside, which to 
some extent protects the inner portions from loss of water by 
evaporation. 

The sample for analysis should therefore be taken from 
the centre of the bar or cake in the case of a hard s(^p, and 
from the centre of the mixture in the case of a soft soap. 

Determination of Fatty Acids. 

Dissolve 5-10 gms. of soap, weighed accurately to two 
places of decimals, in about 250 c.c. of distilled water, warm 
the solation, add a few drops of methyl orange and then dilute 
hydrochloric acid until there is a slight excess of acid present. 

Dilute sulphuric acid may also be used, but if traces are 
left in the fatty acids it is liable to produce charring during thd 
subsequgit process of drying. 

If glycerol is to be tested • for sulphuric acid should be 
used, as any excess of acid can then be removed as barium 
sulphate (see p. 58). 

He^t on a water bath until the fatty acids separate out af 
a j^ear oily layer and*the* liquid below is only slightly*, turbid 
This operation should be carried* out in a tall narrow beaker' 
so that the fatty acid separates as a fairly thick, corlipaci 
layer. Cool and remove carefully tlie solidified ^cake of fatt) 
acids with a^spatula, rinse with cold water and place on a.filtei 
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paper. Careftully scrape off any small particles qf' fatty acids 
adhering to the sides of the beaker and add to the cake. 

% Dty the'’ cake by touching lightly with a filter paper, 
transfer to a weighed di^h and melt by heating in the'steam 
oven for a few minutes. ,, 

If the melted fatty acids are observed to be free from 
moisture, they should be cooled in a desiccator and weigheci. 
If, however, drops of water are observed on melting the 
cake, the fatty acids should be allowed to cool and the cake 
should again be dried with filter paper as described above. 

From the weight of fattj^ acid thus obtained the percentage* 
of fatty acids in the soap can be found. 

Should the fatty acids be found to remain liquid or incon- 
veniently pasty on cooling, this difficulty can be overcome by 
adding 5 gms. of shredded beeswax or paraffin wax to the 
mixture, and heating until the mixture of the fatty acids and 
wax has collected as a clear transparent layer. On cooling, 
the cake is removed, washed and dried as previously described. 
To obtain the weight of fatty acids the weight of added wax 
must be deducted from that of the cake. 

Owing to the solubility of myristic and lauric acids in 
water, this method of determining the fatty acids will yield 
low results in the case of soaps made from palm-nut eil and 
cocoa-nut oil (see p. 55), and more accurate results can be 
obtained by bringing the fatty acids into ethereal ^solution 
(see p.*73). 


Detection of Resin in Fatty Acids. 

Dissolve a small portion of the dried fatty acids* (about 
the size of a pea) in about 2 c.c. of acetic anhydride, in a dry 
test tube, heating gently if necessary. Cool the solution aiid 
awid two or three drops of a cold mixture of equal volumes of 
glicial acetje acid and strong sulphuric acid 

resin acids are present^an unmistakable viollt colour 
ifli)(rill be produced.* (This colour is fugitive, but if the solu- 
tions are well cooled it is very pronounced.) 

It may be noted that soaps containing resin are often 
yellow ^‘n colour, such, for example, '.as jnany of the ordinary 
household soaps. 

* The only substance other t^an resm likely to be met with in soap which 
will g^ve a similar* colour is cholesterol, from wool fat This may be elimiiHtted 
by shakihg a solution of the soap, before dA:omposing with acid, with ether *^or 
pebrolenm ether, mther of which will extract the cholesterol. 
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The pre|ence of the itsin tends to the production of a 
copious lather when the soap is dissolved in water. 

Examination of Soap for Free Alkali (see note, p. 6a). 

Before making any determination of the alkali present in 
a, soap it is advisable to examine the soap in order to ascertain 
whether any free alkali is present, and if so in what form. 

So 3 p is soluble in alcohol whereas, with exception of 
^caustic soda, the other alkaline substances which may be pre- 
sent in soap, e.g. sodium carbonate, sodium silicate, borax, 
are insoluble in alcohQl. i 

A separation can 'therefore be made by treating some of 
the dry soap with absolute alcohol and heating on a water 
bath. 

If soaps only or soaps and caustic soda are present the sub- 
stance will dissolve corapletely in alcohol. The presence of 
caustic alkali may be shown by cooling the solutions and add- 
ing a few drops of phenolphthalein, the production of a pink 
colour shows the presence of caustic alkali. 

It is essential that the soap should be moderately dry ; if 
any considerable amount of water is present the alcohol will 
become diluted and some of the alkaline salts present, e.g. 
NagCOf etc., may dissolve. « 

The subsequent test for caustic soda is then of no value. 

In the presence of water also the soap may hydro l}i6e t<j^ 
a slight extent (see below), and a pink colour will then be 
• obtained with phenolphthalein even in the absence of caustic 
alkali. 

It should be noted that a neutral soap dissolved in water 
will give a pink colour with phenolphthalein, but when dis- 
solved in alcohol no pink colour is produced. This is explained 
by the fact that soap in the presence of water undergoes! 
hydrolysis with the formation of a small amount of caustffc 
soda, thuf 

* t 

CiyHssCOONa + Ci7H3,COO|Na + HO|H 

Sodium stearate. 

£> CirH33COONa. C17H35COOH + NaOH 

^ •* Acid sodium stearate. 

Yh e action of water^may be *de*monstrated by dissolving a 
little dry soap in alcohol and edding a few drops of phenol- 
I^thalein. No colour or only a very faint colour will be pro- 
duced. If the solution be ftien diluted with a considerable 
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volume of w^ter the development of marked pink colour will 
be observed. * * 

^ Scjidium carbonate, silicate etc., together with any substances 
inl»luble in water (if an^) will be left as an insoluble jesidue 
when the soap is dissolved in alcohol. 

This residue should be filtered off, wished with warm 
alcohol and then treated with hot water. The alkaline salts 
mentioned above will be dissolved and any matter insoluble in 
water can be removed by filtering. 

The filtrate can then be examined for carbonate, silicate^ 
and borate in the usual manner (see p. 34). c 

The presence of carbonate will be readily detected by the 
action of hydrochloric acid, but since silicate and borate are 
often only present in relatively small quantities, it is found 
more convenient in actual practice to ash some of the soap and 
to examine the ash for these substances, rather than to attempt 
to identify them in the residue obtained after extracting with 
alcohol. 

It is necessary to point out that before testing for the 
alkaline salts the soap must be removed, either by dissolving 
out in alcohol, or in the case of borate and silicate by ashing, 
since in the presence of soap or fatty acid some of the tests 
described on pages 34-36 are valueless. 

Examination of Ash for Silicate and Borate. — He*at some 
^ of the soap in an iron spoon until all the organic matter has 
^een^estroyed and a well-charred residue is obtained. Ex- 
tract with water, filter and test portions of the filtrate for 
borate and silicate as described on page 35. 

The soap itself will yield carbonate on ignition, hence it is 
useless to test the ash for carbonate. 

If there is any appreciable residue insoluble in water left 
•after filtering off the alkaline salts, it should be examined 
tfnder the microscope. Some form of grit etc. or small quan- 
tities of organic matter may \)e present. 

Determination of Combined Alkali. 

« 

f, Tlw combined alkali is usually* ot^tained by determining 
»the total alkali in the soap and also free alkali^ the comttned 
alkMi is then arrived at by difference. 

Total Alkali. — The determination of the total alkali may 
be cbmbined with the determination of the fatty acids (see 
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p. 61) by usiite an accurately measured volume, bf standard 
acids for decomposing the soap. 

After the removal of# the cak& of fatty acids, the*ac]d* 
liquor il filtered to remove traces of faAy acid and the excess 
of acid is titrated b^ack with standard alkali (seminormal). 

The total alkali may, however, also be determined by dis- 
sofving 5 gms. of soap in water (about 250 c.c.) and titrating 
the solution with seminormal acid, using methyl orange as 
indicator, as the insoluble fatty acids liberated are without 
action on this indicator. 

• The alkali is calculated as NagO. 

I c.c. N/2 acid = 0*0155 gm. NagO. 

If no free alkali is present, then 

Total alkali == combined alkali. 

Determination of Free Alkali, Caustic Alkali and Alkaline 
Salts. 

The free alkali may be present as caustic alkali or alkaline 
salts or both. 

Free Caustic Alkali . — 5 gms. of the sample, after drying 
if necessv'y (see p. 63), are heated with absolute alcohol on 
a water bath in a flask loosely corked to prevent absorption 
of w’ater from the air. The hot solution is filtered rapicj^ * < 
through a filter previously washed with alcohol, and any in- 
soluble residue is transferred to the filter and washed two or 
three times with hot alcohol. A few drops of phenolphthalein 
are added to the filtrate and washings and the whole titrated 
with decihormal acid, 

(i C.C. N/io acid = 0*0031 gm. Na20 = 0*0040 gm. NaOH.) 

It should be noted that on keeping, any free caustic alkali 
in the soap will gradually be converted to carbonate by action# 
of atmosphyic carbon dioxide. 

Alkaline Salts . — The residue obtained after extraction with 
alcohol is dissolved in water and titrated with decinormal acid, 
using methyl orange ^s indicator. 

The alkalinity is calculated in terms of NagO and^this 

* Precautims to be taken in Jittering. — ^Care must be taken in filtering tl^t 
no soap jcUy separates out in the filter. The glass funnel may be warmed previ- 
ous to use, the solution should be kept nearly boillhg throughout the operation 
and only small quantities transferred at a time to the filter. If thfte conditions 
are carefully observed a hot-water funnei can be dispensed with. 

5 
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amount, together with any NagO present as freq caustic alkali, 
is subtractecf from the total alkali to obtain the combined alkali. 

(i c.c. N/io aliid = 0'0u3i gm. NagO.) 

If the free alkali is present entirely as carbonate, the per- 
centage of Na2C03 instead of NagO may bte stated in the final 
results. 

(l c,c. N/io acid = 0*0053 sodium carbonate.) 

The amounts of carbonate, borate and silicate in the above 
residue can if necessary be determined by the methods de- 
scribed on pages 39-45' however, they are usually present 
only in relatively small amounts, such determinations need 
not as a rule be made. 

If an appreciable quantity of silicate is present the silica 
may be conveniently determined in the acid solution obtained 
after the removal of the fatty acids. This solution can be 
evaporated to dryness with excess of hydrochloric acid and the 
silica determined as described on page 40. 


Percentage of Actual Soap. 


In order to obtain the percentage of actual soap, the per- 
centage of combined alkali should be added to the percentage 
of fatty anhydrides, 

<<rhe fatty acids may be calculated to fatty anhydrides 
thus : — 

Taking stearic acid as an example, 

Na,0 

C„H.CO>° - »C„lI.COON. 

Stearic acid. Stearic anhydride. Sodium stearate. 

•2x284 550 

Thus 568 parts of stearic acid are equivalent to 550 parts 
of stearic anhydride. ^ 


C,,H3,C001H 


Therefore 100 parts of stearic acid are ecjuivalent to ^ x loo 

= 96*8 parts of.anjiydride. 

^ Similarly it may be shown that^ 


100 parts^palmitic acid are equivalent 96*48 parts of anhydride. 
100 „ • oleic „ „ . „ 96*8 .. .. • .. 
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If therefc%e the percenta|je of fatty acid is mftltiplied by 
0*9675 and the result taken as fatty anhydride no serious error 
wiiTbe introduced. 

Determination of Insoluble Mineral Matter in Soap. 

♦ Any insoluble mineral matter present -will be left as a 
residue after the removal of soap and caustic alkali by alcohol, 
and the alkali salts by water. 

This residue should be ignited to remove any organic 
njatter and weighed. 

Determination of Water in Soap. 

Five gms. of soap, in the form of fine shavings, are heated 
in a porcelain dish large enough to allow of the soap being 
stirred freely with a glass rod, which has previously been 
weighed with the dish. 

The heating is carried out in a steam oven and is continued 
until the soap has attained a constant weight. 

Any volatile substances present in the soap, e.g. ethereal 
oils used for scenting etc., will be lost during drying and re- 
turned as moisture. 

Soap^ bought in the ordinary way will, before reachir^g the 
laboratory, have lost more or less of the water they originally 
contained, the extent of the loss depending both on the ns^tpre 
of the soap, the time and the conditions under which it has 
t)een kept. 

If the soap contains a considerable proportion of cau«tic 
soda part of the loss on drying will be compensated for by the 
absorptioii of carbon dioxide. 

For these reasons the direct determination of water in 
soaps does not afford a very reliable means of valuation. 

O’^pER SUBSTANCES OCCURRING IN *SOAPS. 

• 

In addition to the substances already dealt with, soaps may 
contain a variety of other substances, of which the most im- 
portant are glycerine* unsaponified or “ neutral " fat, free fatty 
acid, unsaponifiable mat^;pr,^ and phenols. 

* Unsaponijied or neutral fat is fat which has not been converted into soap. 

Unsaponifiable matter is organic matte!! other p)an fat, e.g. mineral oils, etc., 
and which therefore cannot be converted into soap. • 

Free fatty acids are seldom found «in soap though, as already noted (see 
p« 63), acid sqfips smp formed when soap is dissolved in water. If iree fatty add 
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I. Glyc&ine. — Small quantities of glycerine aye occasionally 
found in ordinary hard soaps, and considerable quantities may 
iDe added to “ milled ” toifet soaps. ^ 

Soft soaps may contain practically all the glycerinr formed 
during the process of saponification. 

The method of detecting glycerine iii soap has already 
been described under “Reactions of Soap” (see p. 57). * 

II . Unsaponified or Neutral Fat'\ — Unsaponifi^d fats or 

oils are very seldom met with in ordinary soaps, but in case of 
“super-fatted” soaps, the soap may be admixed with olive o^ 
etc. c 

A soap containing itnsaponified fat will not give a clear 
solution with hot distilled water, and a turbid solution after any 
insoluble matter, e.g. grit etc., has settled points to the presence 
of unsaponified fat or free fatty acid (possibly also unsaponi- 
fiable matter, see below). 

The unsaponified fat may be*separated by shaking the 
aqueous solution with ether, any free fatty acid having first 
been neutralised with a little caustic soda. The ethereal layer 
is separated and the ether distilled off on a water bath, the 
residue will contain the unsaponified fat (possibly also un- 
saponifiable matter, see below). 

IJI. Unsaponifiable Matter. — Small quantities of substances 
of the nature of mineral oils, e.g. paraffin oil, turpentine, etc., 
^r|^ sometimes added to soap with a view to increasing its 
cleansing powers. 

These substances will be removed together with any un- 
saponified fat when the soap solution is extracted with ether 
(see above). 

The residue obtained after the removal of the«ether may 
be heated with a little alcoholic potash. 

The unsaponified fat is thus converted into soap which 
goes into solution, and the unsaponifiable matter remains un- 
changed. ^ 

Since the unsaponifiable substances found in soap are 
usually volatile in steam they may often be readily detected 
by dissolving a considerable quantity of the soap, 50-loogms., 
in water and distilling the solution in ’steam. Considerable 
frothing occurs under these conditions and it is therefore better, 

is present an alcoholic solution of the soap will be acid to pbenolphthalein. . The 
amount of such free acid xsity be determined by titrating ^is solution with deci- 
normal sodium hydroxide solution. ^ 
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before distilHig, to convert file soap into an insoluble barium 
soap by the addition of a slight excess of bariunf chloride 
Any “ oily” substance^collectedtin the distillate should b^ 
carefully separated from the aqueous •layer (by means of^a 
separating funnel), dried over calcium chloride and, if present 
in sufficient quantity, redistilled. 

• If a known weight of soap was used fOr the experiment, 
the volume of liquid thus distilled will give an approximate 
measure of the quantity of unsaponifiable matter present. 

More complete methods for determining the quantities of 
rteutral fat and unsaponifiable matter are given in “ Chemical 
Technology and Analysis of Oils %nd Fats,” Lewkowitsch 
(Macmillan). 

IV. Carbolic Acid . — Disinfecting soaps usually contain 
“ carbolic acid ” (a mixture of phenols and cresols), which may, 
be recognised by its characteristic odour. 

If present in sufficient quantity a determination of the 
amount can be made by the following method : — 

Weigh out about 100 gms. of the soap, dissolve in hot 
water and add sufficient caustic soda to make the solution 
strongly alkaline. Then add common salt to “ salt out ” the 
soap (see p. 57), filter off the curdy soap and wash it with 
saturatec^ brine. Concentrate the filtrate which contains the 
phenols and cresols as sodium phenoxides, and precipitate any 
soap still retained in the filtrate by the addition of more salt. 
Filter again, and concentrate the filtrate to a small bulk. 

^ Transfer the solution to a stoppered graduated cylinder of 
50 C.C. to 100 c.c. capacity, add sufficient salt so that sqme 
remains undissolved, and acidify with sulphuric acid. The 
volume of separated phenols is then read off and the number of 
C.C., multiplied by ro 5 ,* maybe taken as the number of gms. 
present. If greater accuracy is required the separated “ car- 
bolic acid” should be extracted by ether, the ether distilled of^ 
on a waterj^ath and the residue*weighed. 

^ • 

Discussion of the Results of Soap Analysis. 

^ In making any valuation of a soap the purpose for which 
the soap is sold must betaken into consideration. 

A^soap which is to be used for laundry work requires 10 
be more carefully selected than, a soap which is to be em- 
ployed for ordinary household purposed, since the presence of 

* Sec page 265. 
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substances #uch as free alkali, resin, etc., may prcftluce injurious 
effects with delicate textile fabrics (see p. 59, also Chap. IV.). 

Soap used for laundryi.work should be a neutral “genuine 
sSap^’ (see p. 59), add should not contain: (i) grti or in- 
soluble matter, (2) free alkali, either caustic or in the form of 
alkaline salts, (3) resin. * 

The action of soap and water as a detergent will be ddalt 
with in the course of the lectures, but it should be nested here 
that the nature as well as the quantity of the fatty acids in a 
soap is of some considerable practical importance. 

A list of the principal fatty acids met with in soaps to- 
gether with their molecufar weights is given below : — 


Formula, 

Molecular Weight, 

Saturated Acids : — 

Lauric acid, . COOH 

. 200 

Myristic „ . COOH * . 

. 228 

Palmitic „ CijHgi . COOH 

. 256 

Stearic „ C17H35 . COOH 

. 284 

Unsaturated Acids : — 

Oleic acid, O17H33 . COOH 

. 282 » 

Linoleic acid, Cj^Hgi . COOH 

. 280 

^Ricinoleic acid, Ci^HggOH . COOH 

. igS 


* ^ Jaking soaps made from fatty acids of the ^ame series, 
experience shows that the soaps of acids of high molecular 
weight possess lathering * and cleansing properties superior ta 
tho^e of soaps made from acids lower in the series. If lauric 
acid (m.w. =* 200) and palmitic acid (m.w. = 256) be taken 
as examples of fatty acids of the same series, then ^baps con- 
taining a high percentage of sodium palmitate would be 
superior to those containing a high percentage of sodium ‘ 
^aurate. ^ 

In making such comparisons the solubility of the soaps 
must be taken into accountf and as a rule the solubility'* of a 
soap decreases as the molecular weight of the fatty acids in- 
creases, so that many soaps which are qtherwise suitable for 
laundry work possess the disadvantage of not being readily 
^solulJie in cold water. ^ 

The soaps of oleic acid (m.w. ==282) are, however, among 

* Latktring power of soap.—h good soap will produce a good lather, but 
( lathering alone cannot be taken as proctf of a good soap since substances such 
as sodium reskiate produce a copious froth or lather (see p. ^). u 
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the most sol^le of all soapS, and these soaps therefore com- 
bine the advantages of high molecular weight «nd complete 
solubility in^ld water, ^ , 

It HMiy, therefore, be stated that aigood soap for laund^^ 
purposes should consist of the sodium or potassium s^lts of 
fatty acids of higlf molecular weight, a proportion of these 
acids being oleic acid, associated with water and practically 
nothing,clse. 

' THE NATURE OF THE FATTY ACIDS PRESENT IN A SOAP. 

The separation, or even partial separation, of the fatty acids 
of a soap into the constituent fatty acids is an extremely com- 
plex matter and is not attempted in the practical examination 
of a soap as described above, but it may be noted that if a 
considerable proportion of oleic acid is present, the separated 
fatty acids will be of an ^ily consistency and will not set well 
on cooling. 

Some indication of the nature of the fatty acids may also 
be obtained by a careful comparison of the amounts of com- 
bined alkali and fatty acid present, since the higher the mean 
molecular weight of the fatty acids, the lower will be the amount 
of combined alkali. 

Thi^ may be shown by considering one or two typical 
examples. 

If lauric acid be taken as an example of a fatty acid»o 4 »^ 
relatively low molecular weight (200) and stearic acid as an 
• example of a fatty acid of relatively high molecular weight 
(284) the percentage of NagO in their respective sodium «alts 
can be calculated from the following equations : — 

2CnH23COOH + Na20->2CnH23C00Na + H2O 

Laurie acid. Sodium laurate. 

2 X 200 62 2 X 222 

200 31 22> 

J'her^ore 222 parts of sodium laurate contain 31 parts 
Na^O, 

, , . 31 X 100 

or 100 parts of sodium laurate contain — — 

« 14-1 per cent.*Na20 

-Ci^HjgCOOH + NagO = 2(Ji7H35COONa + HgO 

Stearic acid. Sodkim stearate. 

2 X 284 62 , 2 X 306 

^84 31 306 
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The;refoiie 306 parts sodium stearate contain 3^^ ^rts NajO, 

» * 31x100 

or 100 „ „ „ „ - 

= 10*1 partis Na 20 
= I0‘i per cent Na^O. 


Similarly it may be shown that sodium oleate (oleic acid, 
m.w. « 280) and sodium myristate (myristic acid, m.w. = 228) 
contain 10*2 per cent, and 13-6 per cent. NagO respectively. 

If, therefore, the amount of NagO present in 100 parts of- 
actual soap (i.e. calculated by the addition of the amounts cjf 
fatty anhydrides and combined NagO, see p. 66) approximates 
to lO-l I parts, it may be assumed that acids of relatively high 
molecular weight are present, whereas if the amount of NagO 
approximates to 13-14 parts, acids of relatively low molecular 
weight are present. 

In making an examination of »a soap the results will 
usually be obtained in terms of fatty acid and combined alkali, 
and instead of calculating the amount of NagO present in 100 
parts of actual soap, the same information as to the nature 
of the fatty acids may be deduced by considering the ratio of 
combined NagO to fatty acid. 

The equations given above show that — 


0 

In the case of sodium laurate 


Fatty Acid 200 
Combined NagO 31. 


= 6-4S- 


284 

stearate „ „ = — =: 9-11. 


Similarly it may be shown that this ratio gives 9*0 in the 
case of sodium oleate and 7*3 in the case of sodium myri- 
state. 

Thus if the figure obtained on dividing the percentage of 
fatty acid in the soap by the percentage of combined alkali 
approximate to the mean molecular weight of the fatty 
acids is high, and if it approximates to 7 0 the mean mole^jjilar 
weight is low. ‘ 

If the above considerations indicate the presence of acids 
relatively low molecular weight, it is prdbable that the soap 
USLS me.de from a mixture containirtg considerable proportions 
>f palm-nut oil or cocoa-nut oil (see table, p. 55). In thi/case 
i more accurate determination of the mean molecular weight 
rf the fatty acids should 'be made. 
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Determination pf the Mean Molecular Weight of the 
Fatty Ac|^s. 

Thc^ttiean molecular of the fatty acids may be determined 
by dissolving 2*5 gms. of the separated fatty acids (see*p. 61) 
in alcohol and titrating the solution with a seminormal solution 
of sodium hydroxide. 

For* this determination it is essential that the fatty acids 
should previously have been well washed with water to re- 
move mineral acid, and then carefully dried. 

• Since in the case of cocoa-nut oil and palm-nut oil some of 
the fatty acids present are soluble ^n water, a more accurate 
result is obtained, both for the determination of fatty acid 
and of the mean molecular weight, by decomposing the soap 
under ether and so bringing all the fatty acids into ethereal 
solution. 

If this alternative method is adopted, dissolve 5 gms. of 
the soap in hot water, transfer to a separating funnel and de- 
compose with hydrochloric acid. After cooling shake the 
solution with ether or petroleum ether (boiling-point below 
80° C.) and allow to stand until the mixture has separated 
into two clear layers. 

Separate the ethereal layer, shake the aqueous layei again 
with ether, and again separate the ethereal layer. 

Distil off the ether and weigh the residue ; this give^^ba^* 
weight of fatty acids and from this the percentage of fatty 
I acids in the soap can be obtained (see p. 62). Dissolve the 
fatty acids in alcohol, add a few drops of phenol phthalein, 
and titrate the solution with a seminormal solution of sodium 
hydroxide. 

From the amount of sodium hydroxide required to neutral- 
ise the fatty acid, calculate the weight of fatty acid which ^ 
Would be neutralised by 40 gms. of caustic ^da. This givea 
the mear^quivalent of the fatty acids, and since the acids 
prej<nt may be assumed to be mohobasic, this is equal to their 
mean molecular weight 

If the mean mojfcular weight approximates to 280, acids 
of relatively high molecular^ weight are present, and if it ap- 
proxjpiates to 200, acidS^of relatively low molecular weight are* , 
present (see table, p. 70)^. 
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OTHER PREPARATIONS CONTAINING ^OAP. 

r 

Pry Soaps, Soap Powders and Soap Extracts. 

^ Drj^ Soaps are sometimes obtained in a shredoSd and 
sometmies in a powdered form. ^ 

Shredded Soaps are usually of the nature of desiccated 
soaps, i.e. soaps which are artificially dried and therefore contain 
a high percentage of fatty acid, usually about 8o per cent! They 
should be examined by the methods described above. 

Soap Powders may contain dry soap only, but more often 
the dry soap is mixed with sodium carbonate or some othef 
form of alkali. The amounts of fatty acid, free and combined 
alkali can be determined as described above, but as the soap 
is sometimes only present in relatively small quantities, and 
the proportion of alkaline salts may be large, the method 
should be modified in the following |;espects : — 

For the determination of the fatty acid not less than 10 
gms. of the powder should be used (see p. 6i). 

The residue, after the removal of the soap with alcohol, 
should be dissolved in water, the volume made up to 250 c.c. 
and 50 c.c. of the solution titrated with N/2 acid (see p. 65). ^ 

In the absence of free caustic alkali, the following alterna- 
tive n^ethod may be employed and is specially suilsible for 
powders containing only a small proportion of soap, 
c ,^ive gms. of the powder are treated with absolute alcohol to 
dissolve out the soap. The residue is filtered off and washed 
several times with hot alcohol. 

The alcoholic filtrate and washings are evaporated in a 
weighed dish on a water bath until all the alcohol is removed. 
After cooling the residue of soap is weighed. ‘ 

If the result is required in terms of fatty acid, it may be 
assumed that 88 parts of fatty acids are obtained from lOO 
parts of anhydrous soap (see p. 71). 

The residue insoluble in alcohol is dissolved inthot water 
and the alkali determined a§ described above. The pdirder 
should also be examined qualitatively for carbonate, borate and 
silicate (see p. 64), and if described as having bleaching pr6- 
^rties, perborate should also be tested for (see p. 149). 

Scourers, Household Cleansers, etc. 

Numerqjis scourers and household cleansers are now being 
sold. These preparations usfially contain a considerable 
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amount of ^it mixed with alkali in some cases, a!id alkali and 
soap in others. * 

The presence of soap^ may be «hown by heating the sujj- 
stance »i%ith hot*water, filtering off thb insoluble matter and 
adding hydrochloric acid to the filtrate. If soap is present an 
oily layer of fatty*acid will be obtained on warming. 

* The amount of grit, soap and alkali present may be deter- 
mined in the following manner : — 

Five gms. of the dry powder are treated with absolute 
alcohol and the soap determined as described above. 

• The residue is treated with hot water, the solution is filtered 
and the alkali in the filtrate determined as above. 

The insoluble matter is dried, ignited and weighed (see 
p. 67). 

Some of the insoluble matter may be examined under the 
microscope and the size of the particles compared with those 
of the more common forms of grit, e.g. bathbrick, powdered 
pumice, fine sand, etc. 

Soap Pastes, Stain-removers, etc. 

Preparations consisting of a paste of soap and water, with 
or without the addition of some oxidising agent, e.g. sodium 
perborate, are sometimes sold as “ stain-removers ” or '• grease 
extractors ”. A measure of the amount of soap in such pre- 
parations may be obtained from a determination of the^fetf' 
. acid 

* The presence of oxidising agent may be shown by means 
of the reactions described under Bleaching Agents, Chapter V. 

Dry Cleaning Soaps. 

See Chapter VI. 

JMetal Polishes, Furniture Polishes, etc. 

These may contain soap, for methods of examination (see 
Chap. X.). 

Experiments ON*THfe Detergent Action of •Soap* 
^ Solutions. 

The theoretical explanation of the detergent action of soap 
solutions will be dealt with tn the course of the lectures, and 
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the following experiments are deigned to demofistrate some 
of the more hnportant factors which have to be taken into 
apcount in dealing with s^ap and .water as a detergent for 
la^indry purposes. 

THE EMULSIFICATION OF GREASE OIL, E'tc, BY ALKALINE 
SOLUTIONS. 

When a mixture of oil and water is well shaken, the oil is 
distributed throughout the water in the form of fine particles 
or drops, but on standing the mixture rapidly separates into 
two layers. i 

If an alkaline solution is used instead of water, the oil re- 
mains distributed throughout the solution in the form of a fine 
suspension, producing a milky fluid or emulsion. 

Mineral oils which are free from saponifiable matter 
cannot be readily emulsified by alkailne solutions, but in the 
presence of small amounts of saponifiable matter, a considerable 
amount of mineral oil can be held in a state of emulsification 
by an alkaline solution. 

Thus the emulsifying action of an alkaline solution appears 
to be partly dependent on the presence of some saponifiable 
matter ; this may be illustrated by the following experi- 
ments ‘ 

Take four stoppered bottles (50-100 c.c. capacity) and 
““ficrmter I to 4, 

Into (i) and (2) introduce,5 drops of olive oil. 

(3) „ 5 „ „ paraffin oil. 

» (4) .. 4 .. » » ,, and I drop 

of olive oil. 

To (i) add 25 c.c of water and to each of the others add 
, 25 c.c.,of a I per cent, solution of sodium carbonate. Shake 
each bottle well ?nd observe that in (i) and (3) the mixture 
rapidly separates into two layers, whereas in (2) aftd U) an 
emulsjon is obtained. 

Soap dissolves in water giving a solution which is alkaline 
in reaction owing to the liberation of free alkali by hydrolysis 
(^p.63). 

« The alkali thus liberated will by cits emulsifying action 
assist the removal of dirt particles which contain saponifiable 
matter, e.g. grease, etc, but it 'must be emphasised that this 
, fa csnly one of the factors whicb have to be taken into con- 
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sideration iA dealing with the detergent action <?f soap solu- 
tions. ^ 


“surface-activity” of^oap solutions. 


X 


Allow a drop^of water and also a drop of aqueous soap 
solution to fall on to a piece of woollen fabric ; observe that 
the wa^er maintains its spherical shape for a considerable time 
and is only slowly absorbed by the fabric, whereas the soap 
solution forms a flatter drop, spreads and is rapidly absorbed 
J)y the fabric. 

By dissolving soap in the water Jhe surface tension between 
the water and the fabric is lowered, the solution spreads over 
and wets the surface more readily than water, 
thus facilitating the cleansing of the fabric. 

Substances which have this power of 
lowering the surface itension of the solvent 
in which they are dissolved are said to be 
“ surface^active 

A measure of this surface-activity ” may 
be obtained by means of an instrument 
known as a stalagmometer (or “drop-mea- 
surer ”). 

By*means of this instrument the size of 
the drops, formed when an unsaponifiable oil 
is allowed to issue from a small orifice into 
. a soap solution, can be compared with the 
* size of the drops formed when the oil issues 
into water. 

The. Stalagmometer . — The stalagmometer 
consists of a pipette the lower end of which 
is bent through 1 8o° (see Fig. 5). Near the 
other end is a small bulb. To the upper end of the instrument 
is attached, by means of a short piece o^ rubber tubing,* a 
gl drawn out to a fine ^capillary. The lower end of 

theinstrument is drawn out to a point and is then ground 
flat. 


0 




Attention to cUanliness and a little practice in manipulation 
are sufficient to ensurg correct drop-formation. 

Che instrument is filled with oil to a point above the uppei 
mark on the stem, and the lowqr end is dipped into the solution 
to be tested. Owing to air frictioh in the capjllary, the oil 
issues slowly from the lowet end of the stalagmometer intc 
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the solutioncin drops, the size of which depettds upon the 
tension of the* interface separating the oil from the solution. 
A measure of the size of ^the drogs is obtained by counting 
tnb .number of drops formed while the liquid falls ^etween . 
the upper and lower marks on the stem of the instrument. 

If the drops are allowed to form in pfire water, they are 
large and the “drop-number*^ is small. * 

This is due to the large surface tension between thq oil and 
the water, which does not allow the drop to be detached till it 
is very large and the force due to buoyancy correspondingly 
great. € 

The addition to the w(iter of substances which lower the 
surface tension causes a diminution in the size of the drops 
and an increase therefore in the drop-number. Most substances 
exhibit only a small effect, but in the case of ordinary soaps 
the effect is very considerable. 

Method of Using the Stalagmometer. 

To Fill the Stalagmometer with oil, e.g. benzene, immerse 
the lower end of the instrument in a beaker containing this 
substance. Remove the capillary, attach the upper end of the 
instrument to a water pump and draw up the J^nzene until it 
stands twell above the upper mark on the stem. Close the 
rubber tubing with a good pinch or screw clip and attach 
•♦h^apillary tube. The instrument is now ready for use. 

To Compare the Drop-Number in Water with the Drop- 
Number in Soap Solution. — Fix the instrument in position 
with« a clamp, release the clip and immerse the lower end of 
the instrument in a beaker containing water, so that the orifice 
is about an inch below the level of the water. When the 
benzene reaches the upper of the two marks start to count 
, the drops and continue counting until the benzene falls to the 
lewer mark and record the drop-number. Repeat the experi- 
ment and take the mean of the two results. . 

Fill the instrument again and this time immerse it t§%:he 
same depth in an aqueous soap solution (0*5-1 per cent). 
Count as before the number of drops forn^ed by the benzene 
between the two marks on the stenj. Take the mean of the 
I results of two experiments.* » 

It will be observed that the drops formed in the soap solu- 
tion are considerably smaller than those formed in the water, 
and that in consequence the dro^number in the former case 
js^greater than that in the latter. 
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The resiMts obtained ih a typical experiment were as 
follows : — 

Drop-number in wat<|r, 28. 

„ „ soap soktion 195. 

This experiment ‘shows that when an oily surface* is in 
contact with a soap solution, there will be a tendency owing 
to the “surface-activity’* of the soap, for the oil to distribute 
itself ill small drops, thus promoting the formation of an 
emulsion. 

This effect, it should be noted, cannot be attributed to the 
Setion of the alkali liberated by hydrolysis, since it was shown 
in the experiment described on pa^e 76, that the emulsifying 
action of alkali was dependent on the presence of saponifiable 
matter, whereas in the experiment just described the emulsify- 
ing effect is exhibited in the case of a neutral oil which is free 
from saponifiable matter 

COMPARISON OF THE DETERGENT ACTION OF VARIOUS 
SOAP SOLUTIONS. 

A comparison of the cleansing powers of different solutions 
may be obtained in a direct and practical manner by washing 
pieces of dirty material in the solutions, under as nearly as 
possible the same conditions, and observing in each case the 
extent to which the dirt is removed. 

It is obvious that this method can only yield reliabie**T^ 

• suits if the material used is uniformly dirty, and owing to 
difficulty of obtaining such material in actual practice, it has 
been found advisable to use an artificially soiled material, 
obtained by coating a piece of fabric with a fine deposit of 
lampblack. This material can be conveniently prepared in 
the following manner : — 

Preparation of “Dirty”, Material. 

•"Uut some white cotton fabrfe, which has been previously 
washed to remove the dressing and then well dried, into 
strips about 4 inch^es wide and about 20-25 inches long. 

Shake up some finely, divided lampblack in a considerably 
volufiie of benzene and*pour some of the mixture into *a flat-' 
bottomed dish (a half-plate developing dish does very well for 
this purpose), pass each strip of cotton two or three times 
through the benzene, in a manner similar to that*employed in 
developing a •roll film. 
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The material should be kept a^s flat as possible during this 
operation, asm’ll allowed to crease the deposit will not be uni- 
form, t ^ 

.Suspend the strip, stretched flat, over a (Msh or until 
quite dry. 

The material will be found to be fairlj^ uniformly coated 
with lampblack. 

The deposit at the ends of the strip will probably be less 
uniform than that covering the rest of the strip, but it should 
be found possible to cut off pieces of material 3-4 inches square 
on which the lampblack is evenly distributed. » 

If several strips are ter be coated, the benzene and lamp- 
black mixture in the dish should be renewed at frequent in- 
tervals and should be well shaken before pouring into the dish. 

With a little practice in manipulation this method will be 
found to give satisfactory results. 

/ 

Comparison of the Action of Aqueous and Alcoholic Soap 
Solutions on the “ Dirty ” Material. 

Take two pieces of the “dirty’* material (prepared as 
above) of the same size and shape (about 3-4 inches square) 
and immerse one in 200 c.c. of a O’ 5 per cent, solution of 
soap ifi water, and the other in a 0*5 per cent. solutio?i of the 
same soap in alcohol. 

^ ^eat the solutions on water bath for about 5 minutes, 
stirring at intervals. Remove the pieces of material from the 
solution and hang up to dry. 

The aqueous soap solution will be found to have removed 
the dirt much more completely than the alcoholic solution. 

Examination of the Soap Solutions , — Set aside some of the 
soap solutions used In the experiment which contain the dirt 
particles removed from the fabric during the washing process. 
• Observe that in the alcoholic soap solution the dirt particles 
rapidly settle to the bottom^ leaving the soap solut^;*.q^early 
clear. ^ 

In the case of the aqueous soap solution this separation is 
only partial, most of the dirt remains suspended in the soap 
wlutiqp and may not settle for seve^ral days. 

The greater cleansing action of the aqueous soap sO(kition 
would, therefore, seem to depend on the fact that in this solu- 
tion the dir^ particles art in a more perfect state of suspension 
th^q in the alcoholic solution, ami are thus removed more conn 
pliftei^^/ronf the fai)ric, 
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In furtherlllustration of this point the following*experiment 
should be made : — 

Shake up a small quantity of limpj)lack (about o-i gmf 
with loc%c.c. of^the alcoholic soap solution and warm fhe 
mixture on a wate^ bath for about ten minutes. Stir* well 
and filter through a disc filter, using a water pump. 

*Do the same experiment with the aqueous soap solution, 
using th® same quantity of lampblack and the same volume 
of solution. 

The alcoholic solution will be found to filter clear, or 
artnost clear, and the lampblack will be left almost entirely on 
the filter paper, forming a thick blacl? deposit. 


A B 

Fig. 6. — Residues obtained on filtering A alcoholic, B aqueous soap solutions 
of the same concentration containing equal weights of lampblack. 


With*the aqueous solution the filtrate is dark in cdlour, 
showing that some of the lampblack is still in suspension, and 
although some of the lampblack is left on the filter, the depcjJf 
is^much less than that obtained from the alcoholic solution. 

• Thus in the case of the alcoholic soap solution the particles 
can be separated from the solution almost completely by filtra- 
tion, whereas in the aqueous solution they are in a more per- 
fect state of suspension and cannot be readily separated by 
this means. 

A photograph of the deposits obtained on filtering loo c.c. 
of a 0*5 per cent aqueous and a 0*5 per cent? alcoholic soap 
solutionxpirtaining 0‘i gm. of suspended lampblack is shown 
in FigT^ 


TO SHOW HOW THE CLEANSING ACTION OF A SOAP SOLU- 
TION VARIES WITH •THE CONCENTRATION. 

If tffe washing of fabrics is to be carried out without undue 
wastage of soap, it is important to*know*how far the cleansing 
action of a soap solution depends on the amount of soap 
present 
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The foflpwing experiments are designed to sliow how some 
idea of the optimum concentration of soap for washing pur- 
poses may be obtained. ^ ^ 

' It is, however, important to remember tilat this^oncentra- 
tion "will vary with the nature and state of dryness of the soap 
used and also with the nature of the water, since with hard 
water more soap will necessarily be required than with ^oft 
water. 

If pieces of uniformily dirty material of the same size and 
shape are washed in equal volumes of soap solutions of varying 
concentration, under exactly similar conditions, it should 'be 
possible, by carefully comparing the strips, to see with which 
concentration the dirt is most completely removed. 

To do this it is first of all necessary to prepare a series of 
soap solutions of different concentrations. 

If the maximum concentration used is 2 per cent, and 200 
c.c of solution are used for each experiment, these solutions 
can conveniently be prepared in the following manner: — 

Dissolve 10 gms. of good, moderately dry, laundry soap in 
water and make up the volume to 500 c.c. 

Take five beakers (300-350 c.c.), preferably of the S2^e 
shape, and measure out the soap solution into them in the fol- 
lowing manner ; — ^ , 

(1) 200 c.c. of prepared soap solution (concentration « 2 

per cent.). 

(2) 100 C.C, of prepared soap solution + 100 c.c. water 

(concentration = i per cent). ‘ 

(3) 50 c.c. of prepared soap solution + 150 c,c. water 

(concentration *= 0*5 per cent). 

(4) 25 cc of prepared soap solution + 175'c.c. water 

(concentration = 0*25 per cent). 

,(5) 12*5 C.C. of prepared soap solution + 187*5 c.c. water 

(concentration = 0*125 per cent). 

Cut five pieces ofdirty material (3-4 inches square). ThesQ 
strips should all be of the ^ame size and shape, anaTyilWt'^cting 
them care should be taken to see that the deposit is evenly 
distributed and of about the same depth^ in each case. 

Immerse one piece of material in each beaker. Place the 
bealcers on a hot plate ,or sand hafh and heat until the soap 
solution boils. ^ 

The contents of each b^ker should be stirred at intervals, 
*each solution receiving as nearly as possible the same treat- 
ff|ilent . k may also be necessary to interchange ihe pp^tidfl 
if . life beakers fibm time to time to ensure uniform heating, 
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Allow th^solutions to boll for about lo minuted. Remove 
the pieces of fabric from the solutions and put the solutions 
aside for further observatiop. 

Rins^.^ach p^ce of material twice Vith cold water, usmg 
about 200 C.C. of water for each rinsing, and spread out to dry. 

Avoid squeezing or a streaked appearance may be obtained, 

•When the pieces of fabric are diy their appearances should 
be carefully compared. 

The cleansing action, it will be noted, appears to be greatest 
with the intermediate concentrations of soap. The best results 
aie usually obtained either with 0*5 or 0*25 per cent, of soap, 
whilst the 2 per cent, solution is often inferior in its cleansing 
action to the solution containing only 0*125 per cent. 

These results are borne out by observations on the soap 
solutions used in the experiment, since on allowing these to 
stand for some time, it will be noted that the dirt particles 
separate out most s\ow\f from the solution in which the 
cleansing action appeared to be the greatest. 

The 2 per cent, and probably the i per cent, solution will 
form a jelly on cooling, thus preventing the further separation 
of the dirt particles ; but as a rule considerable separation will 
take place in these solutions before they set. 

If hand washers or washing machines are available,^hese 
experiments may be repeated on a larger scale, subjecting each 
piece of material to as nearly as possible the same treatment 
for the same length of time. 

. Such experiments should yield results similar to those ob- 
tained on the small scale. 

As in the case of aqueous and alcoholic soap solutions, this 
relation between cleansing and suspending power may be 
further demonstrated by warming equal weights of lampblack 
with equal volumes of the different soap solutions and filtering 
through a disc filter. , 

It will be observed that the deposit left* on the filter is 
least^^iiAfrthe concentrations whieh were noted to have the 
best cleansing action. 

Instead of making a fresh experiment, equal volumes of 
the dirty solutions obtained in the first experiment may be 
filtered, but this does noU^i^h strictly comparable results, •since 
the solutions which have the best cfeansing action will have 
removed more dirt from the fabric th^n the others and will 
therefore contain more dirt in suspension. ^ 

A photpgragh of strips of dirty material after washing 
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in 2 per cenj., 0-25 per cent, and 0*125 per centf soap solution 
respectively are shown in Fig. 7, together with the deposit 
sobtained on filtering equM volumes of solutions of these con- 
cehtrations, containing equal weights of lanftpblack 

A 


BCD 



B' C' D' 


Fig. 7.— a, “ dirty ” material before washing ; B, C, D, “ dirty ” material after 
washing B in 2 per cent., C in 0*25 per cent., D in 0*125 per cent, soap solution ; 
B', C', D', residues obtaining on filtering, B' 2 per cent., C' 0*25 per cent., D' 0*125 
per cent, soap solutions containing equal weights of lampblack. 

If time allows, .this method of experimenting may be ex- 
tended to deal with a number of other problems in connection 
with the use oCsoap jmd water as a detergent. 

The following subjects tre suggested as being soWfel^Jp for 
treatment in this manner : — 

Comparison of the Detergent Action of Different Types 
of Soapi e.g. soaps made from fatty acfids of relatively high 
and telatively low molecular wei^t ^nd from saturated and 
unsaturated acids. 

In making such experiments it is advisable, unless pure 
soaps are tavailable, to work with solutions containing equal 
weights of combined NagO, as* in this manner any difference 
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in the water Content of tlj^ soap is allowed for an(J a fair com- 
parison is obtained. * 

Concentration of SoaQ Solution Required for Washing^ 
at Low Jempejatures. — Most articles dealt with in the 
laundry are washed with boiling water, but woollen or silk 
goods are usually Vashed in lukewarm water (about 40° C.) 
Thfe optimum concentration of soap required for washing at 
the latter temperature maybe investigated in the manner pre- 
viously described, by keeping the solutions for some time at 
40“ C. instead of raising them to the boiling point. 

• Comparison of the Cleansing Action of Soap Solutions 
with that of Other Detergents. — Jhe detergent action of 
other substances commonly added to, or substituted for soap, 
e.g. alkaline resinates, bran water, cereal soaps, etc. , may be 
investigated by this method, their action in each case being 
compared with that of an ordinary soap solution when used 
under exactly the same cdhditions. 

EXPERIMENTS TO SHOW THAT SOAP IS TAKEN UP OR 
“ADSORBED” BY THE DIRT PARTICLES AND BY THE 
FABRIC DURING THE PROCESS OF WASHING. 

It is a matter of common observation in laundry work 
that the«jntroduction of a considerable bulk of dirty material 
into a lather of soap and water causes a rapid disappearance 
of the lather. ^ 

This disappearance of the lather may be partly accounted 
for By the taking up or ‘‘ adsorption ” of soap both by the dirt 
and by the fabric. » 

To demonstrate this the following experiments may be 
made : — * 

Make up a 0 5 per cent, solution of a good laundry soap. 
Measure out 100 c.c. of distilled water into a stoppered 
bottle (capacity = 250 c.c.), and by running in tJie soap solution* 
from a Bp^te find the number of c.c. of •soap solution required 
to piotJuas a permanent (3 minutesj lather (usually about 2 c.c.). 

(a) Take about 0-2 gm. of finely divided lampblack, wash 
it into a stoppered jDottle with distilled water, adding in all 
100 c.c. of water. Shake^.well. Run in soap solution as 
before ^ntil a permanenfJather is obtained. It will be found 
that a greater volume Of soap solution is required than with 
water alone. 

{b) Introduce a piece of cotton wool (about 0*2* gm.) into 
a stoppered bottle, add 100 c.c, water, shake well,* and again 
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determine Ihe volume of soap solution required to produce 
a permanent lather. As in the previous experiment this will 
4>e found to be greater thdn that required by water alone. 

. ‘ This experiment niay be repeated, using wool fily*es instead 
of cotton wool. A similar result is obtained. i t* • 

In carrying out these experiments the three minutes limit 
for the lather should be strictly adhered to, since in the pres^ce 
of the lampblack or cotton a copious lather, which at first 
appears quite permanent, will be often found to have disap- 
peared within the prescribed three minutes. 
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TEXTILE FIBRES. 

^HE fibres used in the manufacture of textiles fall naturally 
into three groups according to their origin : — 

(r) Animal fibres. 

(2) Vegetable „ 

(3) Mineral 

I. Animal Fibres. — Of these the most important are : — 
Wool — hair fibre of the sheep. 

^ilk — from the mulberry silk worm [Bomhyx mori)^ culti- 
vated for that purpose. 

Wild Silks, e.g. Tussah — from the larvae of other moths 
not usually cultivated. 

II. yegetable Fibres.— -Of these the most important^re 
^^//^^«_seed hairs of various species of Gossypium, 

Bast Fibres — from stems of dicotyledonous plants, e.g. 
flax, hemp, ramie, jute. 

• ^ 

• III. Mineral Fibres. — Apart from fine threads of metal, 
glass, etc., used for embroidery, the only important repre- 
sentative of this group is Asbestos which consists chiefly of 
calcium and magnesium silicates. 

Reactions of Animal and Vegetable Fibres. 

♦ o 

Ag|s!al fibres may be distinguished from vegetable both 
by^cfl^r appearance under the microscope and by their chemi- 
cal reactions. Animal fibres are composed chiefly of protein 
substances and therefore contain nitrogen in addition to carbon, 
hydrogen, and oxygen, ar^d in the case of wool sulphur^ is also 
presq^it. 

Vegetable fibres consist almost entirely of cellulose 
(CjHiy05)n, or, in some cases, a* derivative of cellulose, ligno- 
cellulose they ere therefore of thb nature of 

(87) 



88 


APPLIED. CHEMISTRY 


carbohydrates. This difference m composition Ian be shown 
by the following reactions : — 

I. Ignite fibres of W09I and silk, and also of cotton and 
Knen (flax) and observf the mannef in whicl^ they burn. 

* Animal fibres tend to smoulder and give the chaff acted s tic 
smeirof burning nitrogenous matter. t 

Vegetable fibres burn very readily with no appreciable 
smell. 

I I . Heat animal and vegetable fibres in dry test tubes and 
note that in the case of animal fibres the fumes given off are 
alkaline (due to presence of ammonia), whereas in the case qf 
vegetable fibres the fumes are slightly acid. 

III. The protein nature of animal fibres may also be shown 
by means of the Xanthoproteic reaction as follows : — 

Heat fibres of wool and silk with a little concentrated 
nitric acid. The solutions become yellow, and on adding 
excess of ammonia turn brown. %is reaction is not given 
by vegetable fibres. 

IV. Animal fibres dye more readily than vegetable fibres ; 
wool, for example, can often be dyed satisfactorily without 
using a mordant to fix the colour. 

(ij) Heat fibres of wool, silk, cotton and linen with a solu- 
tion of picric acid. Remove the fibres from the solution and 
wash ^ith cold water. The colour is retained on wool rfnd silk, 
but washes out almost completely from cotton and linen. 

A similar experiment may be made, using absolution of 
fuchsine (magenta). , . 

The solution of fuchsine is prepared by dissolving i gm. of* 
fuchsine in 100 c.c. of water and adding caustic soda solution 
until the solution is decolorised. The solution is thep filtered 
and kept in a well-stoppered bottle. 

Immerse the fibres to be tested in the solution and warm 
gently.* Rinse well and then place the fibres in water made 
Slightly acid with acetic acid. 

Animal fibres comToine v^ith the dye (see p. will 

be dyed red (i.e. the original colour of the fuchsine), &nd 
vegetable fibres will remain colourless. 

V. Animal fibres are much more r/sadily attacked by 

^lkalis,than vegetable fibres. Thi^; is very important from 
the point of view of laundry work. ^ e 

Warm animal and vegetable fibres with a 10 per cent, 
solution of ^sodium hydfoxide (bench solution may be used). 

*Care should be taken not to prolong the heating or the ^pool will be 
^ifjiolved;, * 
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Wool [lissolves, giving a yellowish-brown sdution. 

Silk „ slowly. • 

Cotton turns faintly yellow but does not dissolve. * 
Linen brownish-yellow ,f „ ,, 

Wool. 

. Wool is the hair fibre of the sheep. The hair fibres of other 
animals, e.g. goats, camels, etc., are sometimes used, but to a 
much more limited extent than those of the sheep. 

• Raw wool contains a large percentage of impurities. These 
impurities consist chiefly of: — 

(1) Wool grease^ a fatty substance which serves as a pro- 
tective coating to the fibres. Raw wool fibres with the grease 
still attached are shown in Plate I, Fig. i. 

Wool grease contains the alcohol cholesterol (Cg^H^gOH) 
and is the chief source of1:he product known as “lanoline”. 

(2) Suint, the dried perspiration of the sheep, which 
consists chiefly of sodium and potassium soaps. 

(3) Vegetable matter^ straw and other vegetable fibres. 

(4) Mineral matter ^ clay, grit, etc. 

In the ordinary process of wool “ scouring,” the wool is 
washed with soap and alkalis (avoiding caustic alkalis, see 
p. 91). Any vegetable matter still adhering can then be 
removed by a process known as carbonising. The wool is 
treated with dilute sulphuric acid and then heated to 60®- 
^o 2 .C. The vegetable matter is thus rendered brittle by partial 
charring and can be shaken out of the wool. (Compare 
method of* determining wool in wool and cotton fabrics, 
p. 128.)* The sulphuric acid is neutralised and washed out 
The further mechanical processes of “carding,” “spinning” 
and “weaving” need not be dealt with here. 

MICROSCOPICAL APPEARANCE. 

•Wool is a rounded fibre and shows a characteristic epidermis 
of horny scales or serrations (see Plate I, Fig. 2). It is t 6 
these serrations that the tendency of the fibres to felt is attri- 
buted. Coarse wools, )yith’ projecting scales, felt much jmore« 
readiljithan those approximating to a* smooth hair-like structure. 
For diagrams showing different .types of wool see Matthews, 
“Textile Fibres ” (Wiley), and Mitchell and Pridea>ix, “ Fibres 
Used in Textile and Allied Inclustries ” (Scott. Greenwood). 
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CHEMICAL REACTIONS OF WOOL. 

'Wool contains a pr6tein-like substance, K^ratin^ which may 
be represented by the formula C43H71OJ3N13S ; from this an 
amino acid, Lanuginic acid* may be extracted, and when wool 
undergoes hydrolytic decomposition a series of other amino 
acids is obtained. 

The presence of an amino group in wool is shown by the fact 
that ammonia is among the decomposition products obtained 
when wool is heated (see p. 88, II.). Its presence may also 
be shown by treating wool with nitrous acid when the wool 
becomes diazotised (see below), and on treatment with alka- 
line solutions of various phenols a variety of colours can be 
obtained. 

Diazotisation of Wool. 

Add a cold solution of nitrous acid (a solution of sodium 
nitrite acidified with hydrochloric acid) to some white wool 
fibres. 

The wool becomes yellow, and on treatment with boiljng 
water or a solution of caustic soda turns brown. 

S6me of the diazotised wool should be treated with : — 

I. Stannous chloride solution ; on warming the colour is 
discharged. 

II. An alkaline solution of [a) resorcin, (^) a-naphthol. 

{a) resorcin — orange colour turns red with sulphuric acid: 

' {h) a-naphthol — red colour „ black „ . ,, ,, 

After treating with the alkaline solution of the phenols 

the fibres should be washed with water before adding the 
sulphuric acid. 

The, Presence of Sulphur in Wool. 

This can be shown by ^warming some wool fibres with 
a solution of caustic soda and then adding lead aceiate 
solution. A brown colour is produced owing to the formation 
of lead sulphide. ' 

^ Sife does not contain sulphur *afnd this, therefore, forms a 
distinguishing test between silk and wool. 

* Lanugiiic acid is stated by Knecht to have the following 

C 5= 46*1 ; H ~ 7*31 ; N « 10*26 f S * 3*35 ; 0 ^ 31*44 per cent*" 
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REACTIONS OF WOOL 

The Action of Acids on Wool^ 

When wool is treated with dilute acids it apparently under- 
goes very little ^hange. 

Acid? are, however, readily absorbed by wool, ar^d if a 
woollen fabric is tt'eated with dilute sulphuric acid it is almost 
impossible to remove all the acid from the fabric by washing 
(Mily, aj though the amount of acid actually retained in the 
wool is very small. 

Wool which has been treated with acid is rendered more 
reactive towards acid dyes. This may be shown by the follow- 
ing experiment. , 

Warm a piece of white woollen fabric with dilute sulphuric 
acid, wash with cold water and dye in a solution of picric acid. 

Compare the colour with that of a piece of the fabric dyed 
directly without previous treatment with acid. 

Wool dissolves slowlj’ in strong sulphuric acid on heating, 
but it does not dissolve in the cold. (Compare Silk, p. 96.) 

A solution of wool in sulphuric acid has the property of 
precipitating any of the acid colouring matters from their 
solution. This fact, when considered in connection with the 
increased affinity of wool which has been treated with acid for 
acid dyes, shows that by the action of the acid on wo(^, there 
is produced a substance having the property, not previously 
possessed by wool, of forming lakes with acid colouring matters. 

For the action of nitric and nitrous acids on wool see pages 
•8^ and 90. 

• The Action of Alkalis on Wool. • 

Wool is rapidly disintegrated by solutions of caustic soda 
containing from i-io per cent, of the alkali (see p. 88, V.). 

The action of caustic alkali on wool is much more marked 
than that of the mild alkalis. This may be shown by warm- 
ing wool. fibres {a) with a i per cent, solution of caustic soda, 
(^^ with a 10 per cent, solution of sodium carbonate, and 
observing that the action of the alkali is much more marked 
in (a) than in {b). 

^Mercerised Wool . — Although wool is rapidly disintegrated 
by dilute solutions of caustic alkali^ stronger solutions^ncrea^ 
the strength of the fibres and render it lustrous. The wool is 
then said to be mercerised. * • 

Cover a piece of woollen /abric with a 35 percent, solu* 

^ For <he meaning of the term “ mercerised” see page 112. 
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of caustic so'da and allow it to stand for about 5 minutes at 
the room temperature. 

^ Wash the wool with cold water, dry and note its appearance. 

•Examine some of Hhe fibres under the ^microscope ; ob- 
serve that they appear smoother and more transparent than 
before, and that the scale markings are faint. 

The Action of Chlorine on Wool. 

The action of chlorine on wool is somewhat peculiar. 
Wool can be completely decomposed by chlorine gas, or ever), 
by a strong solution of chlorine water; but in weak solutions 
the wool absorbs a considerable quantity of chlorine and 
becomes altered in character. Wool that has been so treated 
is rather harsh, has a high lustre and takes on a silk-like 
.“scroop”. It loses its felting properties, and its affinity for 
colouring matters is increased. • 

The following experiments may be made to show the pro- 
perties of chlorinated wool. 

I. Treat some wool fibres with chlorine water. Wash and 
dry and examine under the microscope. Bromine water may 
also be used. 

The scales on the epidermis are much less prominent than 
in the case of untreated fibres (see 'Plate I, Fig. 3). " 

This accounts for the' loss in felting properties referred to 
above (see also p. 89). 

In comparing fibres of chlorinated and ordinary wqqU, 
fibres of each kind may be mounted on the same slide. If the 
untreated fibres are previously stained with dilute picric acid, 
they can be distinguished from the others under thp micro- 
scope and the differences become readily apparent 

II. Treat a piece of woollen material with a solution of 
alkaline hypochlorite, or bleaching powder, yielding 3-4 per 
cent of available chlorine (see Bleaching Agents, p. 135). 

Acidify the solution with hydrochloric acid, and after stand- 
ing a few minutes remove the wool, and rinse thoroughly wkh 
cold water. Finally, wash the wool with soap and water, 
rinse and dry. i 

« Tha appearance and feel of the^ •fabric should be carefully 
observed. If a drop of water is allowed to fall on the chlorin- 
ated fabric, the drop is absqrbed, forming a circular spot; 
whertas in tlfe case of ordinary wool the drop retains its. shape 
for a considerable time, and when finally absorbed by the 
fabric, the w&ted portion is irregular in shape. * 
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The chlSrinating of wodl, as described above,* is made use 
of in the production of unshrinkable woollens.* Experience, 
however, shows that such materials usually wear badly. 

III. Dip pieces of chlorinated and untreated wool into ‘a 
dilute solhtion ot methyl violet and warm gently. ^ 

Rinse well with cold water, dry and compare the colours. 

• The chlorinated wool takes up more colour than the un- 
effects in woollen fabrics are sometimes 
obtained by weaving together threads of chlorinated and un- 
dtreated wool, and dyeing the fabric thus obtained. 

Wool which is to be dyed black is also sometimes treated 
with chlorine in order to increase the depth of colour. 

The Dyeing of Wool. 

The affinity of wool /or dyes and colouring matters has 
already been dealt with in the course of the above experiments. 

Wool, it should be noted, is, as regards colouring matters, 
the most reactive of all the textile fibres. It combines 
directly with both acid and basic dyes, and this is attributable 
to the presence of groupings characteristic of the amino acids 
(see p. 90). The wool therefore exhibits both acid and basic 
properties. * 

If glycine be taken as a typical example of an amino acid 
the reaction with acids and bases can be illustrated by the 
following equations : — 

/HCl 

CH^NH^COOH + HCl-^CHgNH/ 

Amino acid. Acid. COUH. 

• Hydrochloride of acid. 

CH2NH2COOH + NaOH -^CHaNHaCOONa + HgO 

Amino acid. Base. Sodium salt of acid. 

Detection of Dyed Fibres . — Wool fibres ,dyed to resemble 
those of the natural yellowish-jDrown* tint are best detected 
b)»the microscope. A brilliant (daylight) illumination should 
be used and the iris diaphragm should be wide open. 

Under these conditions the pigment particles in the natural 
coloured fibres will be cj^arly seen as dots or broken Iinei^ 
suggq^ting an interrupted or stippled colour surface. 

Artificially coloured fibres exhibit under these conditions 
an absolutely uniform colour,* and •can therefore be (Jistin- 
guished from the natural fibwes however nearly !he tint may 
be matcHed. • 


treated^wool. 

* Two colour 
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o Hygroscopic CharISLcter of Wool. 

Wool is very hygroscopic and exhibits this property to a 
more marked extent than any of the other textile fibres. 

'The amount of moisture in wool varies/^ consic^^rably ac- 
cording to the humidity and temperature ,of the surrounding 
atmosphere. Under average conditions it is usually from 
12-14 cent. 

Since wool is sold by weight on a large scale, saies haVe 
to be based on the proportion of moisture in the wool, and the 
official processes for determining this amount are termed 
^^conditioning'', (For further details of these processes see 
Matthews, “ Textile Fibrefj ” (Wiley).) 

In making quantitative experiments with fabrics containing 
wool, precautions should be taken to ensure that the fabric is 
weighed under the same atmospheric conditions, before and 
after the experiment. 

For this reason wool which has undergone any process 
involving washing and subsequent drying should be allowed to 
stand for some considerable time at the room temperature 
before reweighing, so that the moisture content* may be the 
same as in the first weighing. All the weighings should,. if 
possible, be carried out on the same day. 

If more accurate results are required, the fabric should be 
dried at 100° C. to const^int weight both before and after the 
experiment, and weighed in a stoppered vessel. 

Silk. 

i' 

Silk is obtained from the cocoons of a species of cater- 
pillar [Bomhyx mori) which feeds upon the leaves of the 
mulberry tree. 

In- making the silk, the silk-worm secretes a viscous fluid, 
fijroin^ from two^ glands in its body and forces this liquid 
through two minute channels in its head into a single exit 
tube. Two other glands deliver into the same exit tubei a 
cementing or fixing fluid, sericin. As it emerges from the head 
of the silk-worm the fibroin coagulates, forming a double 
filament coated with sericin (see Pl^te I, P'ig. 5). 

^ Besfdes the mulberry §ilk-worm {Sombyx mori) there are 
other varieties of caterpillars, which also produce silk in suffi- 
cient^ quantity to be ofccommercial importance. These silk- 
' worms are nbt capable of being t cultivated like the mulberry 
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‘ silk-worm, aihd for this reason the silk obtained# from these 
caterpillars is called wild silk; the most important is Tussak 
silk. 

Raw silk contains about 75 per cenb of real silk, i.e. fibroirP, 
and about'25 per tent, of sericin, sometimes called “ silk gum ” 
or silk glue 'Phis latter substance is soluble in hot water, 
forming a jelly on cooling, and is therefore also termed “ silk 
gelatine,”. 

• In preparing silk for use, part or all of the sericin is removed 
by a hot solution of soap and water, and this process is de- 
icribed as degumming'' or boiling-off'\ 

If the silk is completely “ boiled off” * it loses from 20-25 
per cent, of its weight and becomes loft and glossy. The soap 
solution containing the sericin (boiled-off liquor) is subsequently 
used in the dye bath as an assistant in fixing the colour. 

Properties of Silk Fibres. — -Silk fibres are characterised by 
extreme finene.ss and great* length. The diameter of the 
cocoon threads is about 0 000570 0007 inch, or, expressed in 
another form, there are from 1430-2000 threads to the inch. 
These threads are often from 1300-1400 yds. long. Silk has 
a high lustre and great tensile strength and elasticity. The 
tensile strength of a silk thread is said to be almost equal to 
that ^(f an iron wire of the same diameter. 

MICROSCOPICAL APPEARANCE. 

^ ^Raw silk is seen under the microscope to consist of a double 
' filament coated irregularly with particles of sericin (see Plate 
I. Fig- 5)- * 

Boiled-off silk appears as a fine, rounded fibre, devoid of 
structure and of fairly uniform thickness (see Plate I, Fig. 6). 

If examined under polarised light very fine colour effects 
are obtained. 

Wild Silks, — The microscopical appearance of wild silks^is 
quite different from that of true sylk {Bcmhyx mori). The fibres 
a» broad and flat and show considerable variations in width. 
Longitudinally the fibres exhibit distinct striations and also 
peculiar cross macjcings. usually running obliquely across the 
fibre (see Plate II, Fig. 7^, 

, 

* 9 oiled-off silk is the term used to describe silk which has lost from ao-30 ' 
per cent, of its weight during the degumming process. 

SoupU silk is silk which has only lost iront 8-12 per cent, of its weight and 
therefore still contains a considerable^ proportion of the sericin. I ’ 

Ecru .^Ik is silk which has only lost from 3-4 per cent of its weight and 
therefore still coiftains nearly all the sericin. 
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The striated appearance of 'wild silk is evidence that 
structurally the fibre is composed of minute filaments. 

^ The appearance of wild silk under polarised light is also 
different from that of t/ue silk. 

CHEMICAL REACTIONS OF &ILK. 

The two principal constituents of silk are, as already noted, 
fibroin and sericin; both these are protein substances a^d 
contain amino acid groups. 

The silk fibres obtained after boiling off the sericin are 
composed almost entirely of fibroin. 

The formulae obtained for fibroin by different observers 
vary considerably, and the fibroin of wild silk appears to differ 
somewhat from that of ordinary silk. In this connection it 
may be noted that wild silks are more resistant than ordinary 
silk to the action of acids and other , solvents (see below). 

Fibroin, unlike the protein in wool, does not contain sul- 
phur, and methods of distinguishing between the two fibres in 
mixtures have been based on this fact. 

The presence of an amino group in silk may be shown by 
means of the reactions described in the case of wool (p. 90). 

The Action of Acids on Silk. 

Strong acids dissolve silk more or less rapidly, while weak 
organic acids are readily absorbed. 

Sulphuric acid dissolves silk in the cold, but if allowed 
act for a short time only causes a contraction of the fibre. 

Wild silk, e.g. tussah, is affected to a much less extent, and 
this fact is made use of in producing silk crapes by the action 
of sulphuric acid on mixtures of silk and tussah silk. 

Treat specimens of silk (white washing)* and tussah silk 
with sulphuric acid (concentrated acid diluted equal parts 
with water), and ‘observe that the true silk dissolves more 
readily than the tussah*silk. • 

Hydrochloric Acid , — Silk dissolves in strong hydrochloric 
acid in the cold, and this is made use of in separating silk 
froiB cotton and wool in mixtures (see pr 131), and also in 
examining silk for weighting (see pr«iop). 

Nitric Add (see p. 88, HI.), * ( 

Nitrous Add . — Action similar to that on wool (see p. 90). 

White washing silk usually contain^ very little weighting and may there* 
fore^)^ used fpr Rowing the reactions of silk. 
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Hydrofluoric Add. — A dilute solution of hydrofluoric acid 
.(5 per cent.) does not attack silk to any markecf extent, and ^ 
this acid is sometimes u-jed for extracting the weighting* 
materials from si|k (see p. 103). 

Tanni^ Acid or Tannin. — Silk readily absorbs tannic*acid, 
and this absorption is made use of in the dyeing and weight- 
ing of silk (see p. 98). 

, To show the absorption of tannic acid by silk, warm a 
piSce of white silk in a solution of tannic acid, wash well with 
water and then immerse the silk in a solution of ferric chloride. 
h dark coloration is produced on the silk by the formation 
of iron tannate. 

The Action of Alkalis on Silk. 

Hot, concentrated solutions of caustic alkali dissolve silk 
(see p. 88, V.), but it is dot affected by dilute alkalis to the 
same extent as wool. This may be shown by comparing the 
action of a i per cent, solution of caustic soda on wool and on 
silk fibres. 

Sericin, it should be noted, is readily soluble in dilute alkalis 
including ammonia. (See also removal of sericin by action of 
soap ai d water, p. 95.) 

The Action of Other Reagents on Silk. 

^■.Kibroin is soluble in an ammoniacal solution of copper 
bxide (cuprammonium solution), but sericin does not dissolve. 
Hence “boiled-off” silk dissolves in this reagent, and in the 
case of ra^y silk the fibroin dissolves, leaving the sericin. 

An alkaline sojption of copper oxide containing glycerine 
dissolves silk, but is without action on lustra- celluloses (see 
p. 1 19, also p. 133). Silk is also soluble in a boiling solu-* 
tion of basic zinc chloride (Eisner’s reagent), ^nd this reagent 
is used for dissolving out the siHc from a mixed fabric (see 
P- 1^3). 

Silk is rapidly destroyed by the action of chlorine^ and 
bleaching powder arid solutions of hypochlorites should not 
be used for bleaching siljc fabrics. 

Th^above-menjtioned solutions a^e prepared as foL^^wa . — 

Ammoniacal Copper Oxide (Cuprammonium) Solution or 
Schweitzer^ s Reagent . — Dissolve 5 gms. of copper Sulphate in 
100 C.C. of, water. Add caustic soda to precipitate the cupric 
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hydroxide, l&lter, wash the precipitate several times with cold 
water and then dissolve it in the least possible quantity of 
ammonia. 

^Alkaline Copper-gl^cerine Solution. — Dissolve 10 gms. of 
copper sulphate in 100 c.c. of water, add 5 gms. of glycerol 
and just sufficient caustic soda to dissolve the precipitate of 
copper oxide at first obtained 

Basic Zinc Chloride Solution {Elsnef^s Reagent).--^T>\sso\wt 
500 gms. of zinc chloride and 20 gms. of zinc oxide in 425 clc. 
of water and warm until a clear* solution is obtained. The 
liquid becomes turbid on standing in the cold, but clears again 
on heating. ^ 

The Dyeing of Silk. 

Silk takes up dyes readily from a solution and resembles 
wool in behaving both as an acid apd as a base ; this is attri- 
buted, as in the case of wool, to the presence of groups char- 
acteristic of amino acids (see p. 93). 

Hygroscopic Character of Silk. 

Silk absorbs moisture very readily, and in selling Silk’ by 
weight the methods adopted are similar to those used/ in the 
“conditioning” of wool (p. 94). Under normal conditions 
silk contains 10-12 per cent, of water. 

“ Boiled-off” silk is not so hygroscopic as “raw silk”. 

In weighing silk for quantitative experiments the came 
prgeautions should be adopted as in the case of wool (p. 94). 

THE WEIGHTING OF SILK. 

The practice of adding to the weight of silk, during the 
/lyeing and finishing processes, is now so general that the de- 
tection and determination of the character and amount of the 
“ weighting ” in silk is a mutter of considerable practical im^ 
portance. ^ 

Dark coloured^ especially black silks may be loaded with 
iren tannate (see p. 97) or Prussian blue*. These substances, 
besides increasing the weight of thfe ipaterial, also act as mor- 
dants and help to fix the* colouring matter. • 

Light coloured s\Ws^cdiX\x)oi be weighted with the above- 
mefttioned; substances owing to the dark colours produced. 
Such silks^were formerly weighted with soluble ^substances, 
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e.g. cane sugar, glucose, magnesium salts, gelatifie, etc., but 
at the present time these silks are usually ^^eighted with 
insoluble compounds of ^in, and this method is now alsj/ 
frequently employed for dark colourSd silks. 

One of the most common methods of weighting with tin is 
by treatment with* a solution of stannic chloride, followed by 
treatment with solutions of phosphates and silicates, whereby 
the tin is precipitated in the fabric as insoluble phosphate and 
siticate of tin. 

The weighting of silk may be demonstrated on a small 
scale by the following experiments : — 

I. Weighting of Silk by the Ifin Silico- Phosphate 
Method. 

Prepare the following solutions : — 

(a) Dissolve 40 gms. pf stannic chloride (SnCl4. SHgO) or 
30 gms. of anhydrous stannic chloride in 70 c.c. of water. 

(b) Dissolve 1 3 gms. of sodium phosphate 

(Na2HP04. laHgO) in 87 c.c. of water. 

(c) Dilute “ water-glass ” with water to a specific gravity of 

ro4. 

W^igh out a piece of white washing silk (about 2 gms.). 
Immerse the silk in solution (a) for one hour. 

Heat solutions (b) and (^r) to a teihperature of 60“ C. Re- 
move the silk from solution (^), rinse with water and immerse 
ift-solution (b) for 10 minutes and then in solution (c) for the 
same length of time. Rinse well with water and repeat the 
whole proce^ finally dry and weigh. (For precautions to be 
taken in weighing see p. 94.) 

II. Weighting of Silk by Iron Tannate. 

Prepare the following solutions : — 

(a) Dissolve 10 gms. of commercial •tannic acid in 100 c.c. 
of water. 

{b) Dissolve 10 gms. of ferric nitrate in water; or if ferric 
nitrate is not available prepare a solution of ferric acetatejjy 
adding 1 5 gms. of sodium*acetate to a solution contaimng lo® 
gms. o^ ferric chloride iif 1 00 c.c. of*water. 

Weigh out a piece of white washing silk (about 2 gms.). 

Heat the iron solution to 70-8o® C.*and immerse the in 
it for about 10 minutes. 
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Squeeze ‘out the silk, transfer *to the tannic acid solution 
and heat to bhiling for a few minutes. 

^ ^ Repeat the treatment in both solutions two or three times, 
finally rinse well with ^ater, dry and weigh. 

(Fpr precautions to be taken in weighing^^see p. ^4.) 

In both experiments the silk will be Tound to have in- 
creased in weight. 


Detection of Weighting in Silk. 

The complete examination of a silk fabric, for all the subf 
stances which may possibjy be present, involves several long 
and somewhat complex processes, but an examination carried 
out on the lines described below will show the nature of the 
principal weighting substances present and illustrate the 
methods most usually employed.* 

Preliminary Tests . — Pure silk con 1 :ains less than i per cent, 
of ash and burns readily. Silk which has been weighted and 
which, therefore, contains a considerable quantity of mineral 
matter burns much less readily. 

Ignite a piece of silk and note the appearance of the ash 
obtained. If the silk burns slowly and gives an ash which ' 
retains the original structure of the fabric the silk has been 
weighted. 

Pure silk dissolves readily in hydrochloric acid.(see p. 96). 
Weighted silks dissolve much less readily. This difference is 
more marked with silks weighted with tin than with those , 
weighted with iron (except in the case of those weighted with 
Prussian blue, see p. loi). 

Treat a piece of the material with concentrated hydrochloric 
acid. If the silk is not weighted it will dissolve rapidly in the 
cold. , 

• If the above reactions indicate that the silk is weighted 
the nature of theVeigJiting materials should then be investi- 
gated. * 

As already indicated (p. 98) the most usual methods 
of weighting silk are : — 

•^i) By iron, as ferrocyanide or tannat^(dark silks only). 

(2) IBy tin, as tannate, j)hosphate silicate. 

* For further details of the detection and determination of weighting in whc , 
869 Alien’s “ (Jommercial Organic Analysis,” Vol. VIII., and ” Tochnical 
Methods of Chemical Analysis,” Lunge (Keane). 
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Dissolve some of the klk in concentrated *hydrochlcric 
acid. £ 

If a white gelatinous ^precipitate obtained the presence 
of silicate is indipted. Filter off the precipitate (if any)*and 
examine portions of the solution as follows : — 

Detection of tron . — Add potassium ferrocyanide to the 
solution ; a precipitate of Prussian blue shows the presence of 
iron. • 

3K4Fe"(CN)« + 4Fe'"Cl3-^Fe;;'(Fe(CN),)3 + 12 KCI 

Potassium ferrocyanide. Ferric ferrocyanide 

Prussian blue. 

If the iron was originally preseift in the silk entirely in the 
form of Prussian blue it cannot be detected by means of the 
above reaction, since Prussian blue is insoluble in hydrochloric 
acid. 

A special test for the presence of Prussian blue is given 
below. 

Detection of Tin . — Dilute the hydrochloric acid solution, 
pass sulphuretted hydrogen through it and warm. If tin is 
present a yellow precipitate of tin sulphide will be obtained. 

Detection of PhospJtate , — Neutralise a small portion of the 
solution with ammonia, acidify with a few drops of nitrjc acid, 
add a considerable excess of ammonium molybdate solution 
and warm. A yellow precipitate ^ows the presence of a 
phosphate. 

J)etection of Tannin . — The tannin in silk is usually present 
in the form of insoluble lakes, i.e. compounds with iron or tin, 
and before 'testing, the tannin must first be liberated b/ the 
action of hydrochloric acid. 

A portion of the hydrochloric acid solution of the silk 
(after dilution) should be tested for tannin by adding excess 
of sodium acetate and a few drops of ferric chloride solution, 
A dark blue-black coloration shows the presence of tannin. 

Detection of Prussian Blue.-^i the^ilk is dark in colour, it 
should be examined for the presence of Prussian blue. 

Prussian blue though not dissolved in hydrochloric acid is 
readily decomposed by alkalis, thus : — 

Fe/"(Fe(CN)e)8 + i2Na0lH[ 4fe'"(OH)3 + 3Na4FeiL;iN)«. 

Treat the silk with dilute sodium hydroxide solution. PouJ** 
off the alkaline solution, acidify with hydrochloric acid and add 
a few drops jf ferric chloride. Prussian blue, ^f originally 
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present, will*bc reformed, since the alkaline solution (see equa- 
tion, p. loi) contains the ferrocyanide extracted from the silk ^ 
'(?ee equation, p. loi). ^ 

The Determination of Weighting/ in Silk. 

The quantity of weighting material in a silk may be deter- 
mined in several different ways. The methods used /depend, 
either on finding the amount of real silk (fibroin) present In 
the fabric, or on finding the amount of material other than silk 
present in the fabric. * 

The determinations, are usually made on air-dry silk (i.e. 
silk which is weighed when dry at the room temperature).* 
Under these conditions the silk will contain 10-12 per cent, 
of moisture (see p. 98), and, for the purposes of calculation, 
it is usual to assume that air-dry silk contains 1 1 per cent, of 
moisture. • 

The loss in weight during the “ boiling-off” of silk is about 
20-25 cent (see p. 95), and the addition of weighting 
materials to the extent of 25 per cent to compensate for this 
loss is considered a legitimate practice in the trade. For this 
reason the amount of weighting is usually calculated on the 
raw si\k and not on the “ boiled-off^’ silk, and the weighting 
is expressed as percentage above ^ parV ” or par For ex- 
ample, if the weight of' 100 gms. of raw silk is reduced to 
75 gms. by boiling-off, and is then increased to 135 gms. 
during the dyeing and finishing processes, the silk is described 
as being weighted 35 per cent, above “ pari 

In the United States of America the weighting is expressed 
“ as ounces of weighting ” added to each pound oi^raw silk. 
Thus weighting of 30/32 indicates that from 16 ozs. of raw 
silk 30-32 ozs. of weighted silk were produced. 

, Sixteen ozs. of raw silk are taken as equivalent to 12 ozs. 
of “ pure ” or “ boiled-off silk ”, 

(For further details and table for conversion of percentage 
weighting to ounces per pound, see “Textile Fibrds,” 
Matthews.) 

•The methods most commonly employed for the determina- 
tion of the amount of weighting in a sijk are as follows : — 

(l) Determination of the amount o^ nitrogen in the n^aterial 
i>y Kjeldahl’s process (see Vol. II.), after the removal of all 
nitrogenous ^weighting materials, e.g. Prussian blue, ammonium 
salts^ etc. 


‘ * See also gages 94 and 127. 
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From the percentige of nitrogen thus obtained \he quantity 
of real silk (fibrion) can be calculated. 

Pure boiled-off silk, cqptaining 1 1 per cent, of moisture^ 
contains 176 per cent, of nitrogen. iTherefore every gram oi 
nitrogen fStind in^the fabric represents 100 -r 17*6 ~ 5*6§gms. 
of air-dry silk (fibroin). 

• (For further details of this method see “Textile Fibres,*’ 
Matthews; also Allen’s “Commercial Organic Analysis,” Vol. 
Vill) 

(2) Determination of the weight of real silk present by 
Pemoving all the weighting materials by the action of hydro- 
fluoric acid. 

As already noted (p. 97), silk is not appreciably affected 
by the action of a 5 per cent, solution of hydrofluoric acid, but 
the weighting materials may be dissolved out by the action of 
this acid, and the residual silk can then be washed, dried and 
weighed. 

The determination may be carried out in the following 
manner : — 

About 2 gms. of air-dry silk are immersed for i hour in 
100 c.c. of a 5 per cent, solution of hydrofluoric acid, in a 
platinum dish, at the room temperature. 

The silk should be stirred by means of a platinugi wire, 
and turned over at frequent intervals. The treatment is then 
repeated with 100 c.c. of fresh acid of the same concentra- 
tion, and the silk is finally washed several times with distilled 
Water dried and weighed (see p. 94). 

The loss in weight of the fabric gives the amount of we^ht- 
ing present. 

(For* method of calculating weighting added to raw silk 
see p. 104.) 

(3) Determination of the amount of mineral matter present 
by ashing. 

If all the organic matter in the silk is removed by incinera- 
tion, the weight of residue will represent the amount of mineral 
matter added to the silk, since the ash of pure silk is under 
I per cent. 

This method of determining the amount of weighting »dded 
to a silk is easy of execution and gives good results, except ki 
the ctse of silks*weighted with tannin or other organic matter 
(see p. 100). 

Tannin and other orgaijic weighting will b^ deconfposed, 
together wit^ the silk, during the process of incineration ; the 
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weight of the ash does not, therefol e, in sij^ch cases represent the 
total amount! of weighting material addec to the silk, and one, 
pf the other methods previously described should be employed. 

' A determination of the amount of weighting materials in 
a silk not weighted with tannin or other organic mrrtter can be 
carrieci out in the following manner : — •* 

Weigh out about 2 gms. of air-dry silk, and cut it irrto 
small strips. 

Ignite each strip separately in a Bunsen flame and when^t 
ceases to burn transfer it to a weighed crucible. 

When all the silk has been so treated heat the crucible witk 
a good Bunsen flame until the ash is white or uniform in colour.* 
Cool in a desiccator and vf-eigh. Heat the crucible again for 
about fifteen minutes, cool and weigh. If the weight is not 
constant, the heating must be continued until a constant weight 
is obtained. 

The weight of ash gives the eight of added mineral 


matter. 

Method of calculating the percentage of weighting above 
^ pari ’ ” or above ^far'\ — If the amount of weighting in a silk 
has been determined by one of the above methods, the percent- 
age of weighting above “ pari ” can be calculated as shown in 
the following examples : — 

The weighting is usually stated with reference to raw silk 
containing 1 1 per cent, of moisture, and if the origin of silk is 
unknown, it is assumed that the loss on boiling-off ” is from 
20-25 per cent. It may for the purposes of calculation* be ^ 
taken as 22 per cent, (see p. 102). 

Example L 

I *820 gms. air-dried silk (containing 1 1 per cent, moisture) 
gave 0*942 gm. real silk fibroin (air-dry). 

By difference the weighting « 1*820 ~ 0*942 gm. 

= 0*878 gm. 

‘ Taking the lose due to boiling-off as 22 per cent., 78 parts 
of fibroin correspond to* 100 parts of raw silk. 

Since the weighting added to 0*942 

gm. of fibroin = 0*878 gm., 

ijie weighting added to 78 gms. of « 

fibroin ‘ ^ 0*878 x 78 

c B= — J— gms. 

« 0*942 4P* 

== 72*7 gms. 


^ If the silk lls weighted with iron the‘ ash will be reddish-brown In coloitf 
'owing^to the preatnee of FcaOg. 
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The silk as sold is dbmpos6ci ot 7« parts of fibft)in + 727 
parts of weighting = H 507 parts of weighted silk? 

Or since 78 parts of fibroin correspond to 100 parts of raw/ 
silk, 1 507 parts of weightecf silk have b 5 en produced from 100* 
parts of rdiW silk, knd the silk is therefore weighted 507 per 
cent above par. • 

•Example II. 

2*00 gms. of air-dried silk (weighted only with inorganic 
sulSstances, see p. 104) gave 0725 gm. of ash. 

By difference weight of fibroin = 2*oo - 0725 = 1*275. 
Tiierefore, weighting added to 1*275 gms. fibroin = 0725. 
The method of calculation is then the same as in the previous 
example and the silk is found to bJ weighted 22*4 per cent, 
above “ pari 

Determination of Silicate and Tin in the Ash of Silk. 

If a previous examination of the silk has shown that it 
contains tin and silicate, the quantities of these substances pre- 
sent in the ash can be determined in the following manner 

Add to the ash, obtained as described above, about six 
times its own weight of fusion mixture and a little powdered 
potassium nitrate and mix thoroughly. Heat the mixture in 
a crucible until the mass is well fused. Cool and when cold 
place the crucible on its side in a porcelain dish. Pour some 
distilled water into the dish and cover with a clock glass. 
Warm the dish and keep the water just boiling until the melt 
Jias completely softened (i.e. until all the lumps have broken 
up) and detached itself from the crucible. 

Remove the crucible from the dish and carefully wash off tne 
adhering solution and any small particles of solid into the dish. 
Warm the contents of the dish, filter, wash the residue several 
times with hot water and collect the filtrate and washings. By 
the process of fusion with alkaline carbonates and subsequent* 
extraction with water the tin and silicatg are obtained in solu- 
tion in the form of sodium and potSssium stannate (KgO . SnOg) 
an^ sodium and potassium silicate respectively. Iron, if pre- 
" sent, will be in the residue and, if desired, the quantity present 
can be* determined By dissolving the residue in hydrochloiic 
acid and finding the amoynt of iron either by a gravimtftp'c or 
by a volumetric method. 

Determination of Silicate as Acidify the solution with 

hydrochloric acid, evaporate to ^ryness and proceed Is described 
on p, 40; •being careful to collect all the filtrate ai^ washings. 
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^ Detern^nation of Tin as Dioxide* |[5«6>2)‘ — Saturate the 
iltrate, obtained after the removal of the silica, with hydrogen 
sulphide gas. Cover the vessel v^ith a clock glass and allow 
it »to stand in a warm place until the smell of hydrc^en sulphide 
lias almost disappeared. Filter, wash the {brecipffate and dry 
in a steam oven. 

Detach the precipitate as completely as possible from ^he 
filter paper and transfer it to a weighed crucible. Sum the 
filter paper separately, and when ashed add it to the contelits 
of the crucible. 

Heat the crucible gently for some time with the lid Oil, 
then remove the lid anc^ continue heating until the smell of 
sulphur dioxide is no longer perceptible. 

Finally, heat the crucible to a bright red heat until a con- 
stant weight is obtained. In this way the tin sulphide is 
completely converted into tin oxide and is weighed as such. 

The percentage of tin oxide in Ihe ash or in the fabric can 
then be calculated. 


Cotton. 

Cotton fibres are the seed hairs of the cotton plant {Gossy- 
piuff^ which grows as a shrub in warm climates. 

The seed hairs are enclosed with the seeds in a pod or 
doii”. On ripening, the boll bursts open showing a mass of 
white downy fibres with the cotton seeds embedded in them. 
The seeds are separated from the fibres by a process kpown 
as ^^ginning'\ 

The seeds are of special value on account of Ihe oil which 
they contain (cotton-seed oil) which is used in the m^ufacture 
of soap and margarine (see p. 55 and Vol. II.). The husks 
of the seeds are also utilised in the production of cattle 
fodder and manures. 

Raw cotton fibres are covered with a waxy coating which 
is removed from the* fibresf after they have been spun into 
threads, by boiling with a dilute solution of caustic soda ufcder 
slightly increased pressure. 

^The wax is not soluble in the alkaline solution, but is 
separ^ed from the fibres by a protest of emulsification. 

Cotton fibres are comparable in *diamet^r with sil^ or fine 

f 

The tin*i8 precipitated from solution as sulphide (8082) and is converted 
idto oxide by heating until all the sulphiar has been expelled as SOg 
SnSg + 30a SnOj + 28O3. 
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wool fibres, but are cof siderafily shorter than silk, wool or flax 
fibres. • 


MICROSCOPICAL APPEAR3\.NCE. 

The cotton fibrei consists of a single cell; during growth 
the,inner tube or lumen is filled with a liquid and the fibre is 
cylindrical in shape. As the fibre ripens the cell contents 
gratfiually dry and the fibre flattens irregularly, presenting the 
appearance of a twisted ribbon with thickened edges (see 
P^ate II, Fig. 8). 

CHEMICAL REACTIONS DF COTTON. 

About 91 per cent, of the cotton fibre consists of cellulose 
(empirical formula C^Hn)05), the other constituents being 
water, about 8 per cent., ^cotton wax 0*3-0'5 per cent, (see 
p. 106), and small amounts of mineral matter and natural 
colouring matter. 

If raw cotton is treated successively with dilute caustic 
soda, dilute acid, water, alcohol, and ether, chemically pure 
cellulose is obtained, and the chemical reactions of cotton may 
therefore be regarded as illustrating also the behaviour of pure 
cellulose, under similar conditions. • 

Cellulose belongs to the class of organic substances known 
as carbohydrates ^ and is therefore closely allied to starch and 
to the sugars. 

• Its exact molecular structure has not yet been determined, 
but its reactions show that it contains both hydroxyl ( - QH) 
and carbonyl ( =» CO) groups, and its formula should be ex- 
pressed a^ (CgHioOft),, where n is some whole number of which 
the value is at present unknown. 

The Action of Acids on Cotton. 

Cotton is not dissolved by chid, difute solutions of acids, 
but if cotton which has been treated with dilute acids is dried 
without any intermediate process of washing to remove the 
acid, the cotton becomes “ tendered,” i.e. is converted inte* a 
friable substance which ijeadily falls to pieces. 

Th» is due to»the concentration of the acid on the fabric 
on drying, and the formation of *a hydrated cellulose probably 
of the form 2Cfl,Hi(^06 . HgO. , 

This behaidour of cellulose with dilute acids^s made use 
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of in the Reparation of cotton irom ni^xed fabrics of cotton 
and wool (sfce p. 1 28), and also in the ‘^carbonising process 
for removing vegetable matter (chiefly cellulose) from raw 
wool (see p. 89). 

It is also important to remember thav if a Cotton fabric 
has, during any process of dyeing, bleaching, etc., been treated 
with solutions containing free acid, the acid must be 
pletely removed from the fabric before drying, either by 
thorough washing, or by neutralising with dilute alkali ; other- 
wise the fabric will be tendered and possibly destroyed. 

The following experiment may be made to show the action 
of dilute acid on cotton : — 

Immerse two pieces of cotton fabric in dilute hydrochloric 
acid (i part of concentrated acid to 8 of water), and allow 
them to stand at the room temperature for about ten minutes. 
Remove them from the solution ; dry one piece without wash- 
ing (preferably in front of a fire cJr stove). Wash the other 
piece thoroughly with water and then dry. 

The cotton which was washed before drying will be very 
little affected by the action of the acid, whereas the other 
piece will darken considerably on drying, and will readily^ fall 
to pieces on rubbing. 

Action of Sulphuric JaV/.— Concentrated sulphuric acid 
dissolves cotton in the cold, and on diluting with water a 
white amorphous substance, amyloid (C12H22OH), separates 
out, which, like starch, gives a blue colour with iodine.^ 

Amyloid is used in the production of “vegetable” parchr 
ment ; its formation and^ reaction with iodine may be shown 
iiT the following manner: — 

Dip a piece of filter paper, which should be free from 
starch dressing, into strong sulphuric acid for a few seconds. 
Place in a porcelain dish and wash well with water. Drain 
off the water, moisten the paper with a few drops of iodine 
solution and waSh again. The paper is stained blue. Care- 
fully dry the paper and observe its parchment-like texture 
and appearance. The cellulose of which the paper is com- 
posed has been coated with a layer of amyloid. 

«-^n boiling with dilute sulphuric acidj cotton is converted 
t into dextrin and glucose. 

Dissolve a piece of cotton in a mixture- or equal ^rts of 
strong sulphuric acid a/id water. Dilute the solution and 
bpiKfor soihe little time, untiV a clear solution is dbteined, 
Test portions of the solution for glucose and dextrin. 
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Test for Glucose. -i-NcMtMist the solution with sodium 
carbonate, . add Fehlin|*s solution and boil (see Vol. II.). 

Test for Dextrin. — Add to the solution two or three times 
itspwn volume of alcohol ; dextrin, if p?esent, will be thrown ^ 
down as a wiiite pilecipitate (see Vol. IL). 

Action of Hydrochloric Acid. — This in dilute solutions is 
simHar to that of sulphuric acid ; but concentrated hydro- 
chloric acid does not dissolve cotton in the cold (see p. 108). 

\Action of Nitric Add. — When boiled with moderately 
strong nitric acid (sp. gr. cotton is converted into 

oxycellulose^ a structureless, friable substance, which is also 
obtained by the action of other oxidising agents on cellulose. 
(Compare action of chlorine on cotto^, p. 1 12.) 

Concentrated nitric acid (sp. gr. = i *42) reacts with the 
hydroxyl groups of the cellulose molecule with the formation 
of nitric esters, or so-called nitrocelluloses.* 

The reaction with nitric* acid is more complete in the pres- 
ence of sulphuric acid, which acts as a dehydrating agent. 
The “ degree of nitration,” i.e. the number of nitro groups 
taken up by the cellulose molecule, depends on the concentra- 
tion of the acid, the temperature, and the duration of the pro- 
cess. The formation of cellulose dinitrate may be shown by 
the following equation : — 

tC.,H.,0,(0H), + 2 HN 03 -*Ci,H„ 0 ,( 0 N 0 ,)j + 

Cellulose. Cellulose dinitrate. 

The following are some of the more important compounds 
which* may be obtained by the action of nitric acid on cellulose ; 
they are sometimes classified under the general name ^f 
pyroxylins : — 

Cellulose hexanitrate or hexanitrocellulose (gun cotton) 

„ pentanitrate or penta nitrocellulose Ci2Hi505(0N02)j^ 

„ tetranitrate „ tetranitrocellulose e.,H„ 0 ,( 0 N 0 ,), 

„ trinitrate „ trinitrocSllulose 

,* dinitrate „ dinitrocellulose Ci2Hig08(0N02)2 

The “ nitrocellulqses ” are all very inflammable; the in- 
flammability increases with the number of nitro groups 

* It sMIuld be notedthat the action of nitric acid on cellulose is comparable 
with that of the action of this acid on glycfizol. Nitrates are produced and not 
true nitro-compounds. • » * 

t In writing the formulae of cellulo^ nitrates it is usual to adopt 
or tb* molecular formula of CcUulose (see p. 107), 
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present, and hexanitrocellulose ‘or gun^^cotton is used largely 
in the manufacture of explosives (prop^lants). 

Hexanitrocellulose is insoluble in a mixture of alcohol 
and ether, and in this respect differs from the other nitrocellu- 
loses which dissolve in a mixture of alcol^ol andr: ether, form- 
ing a solution known as collodion. ‘ 

Celluloid is obtained by dissolving nitrocelluloses in molten 
camphor, the mixture obtained being highly inflamni^ble. 

The formation of nitrocelluloses from cotton and some of 
their more important reactions may be shown by means of the 
following experiments : — 

Immerse a piece of absorbent cotton (i.e. “ cotton wool 
for about one minute iil^ a well-cooled mixture of i part of 
concentrated nitric acid with 2 parts of concentrated sulphuric 
acid. Wash the cotton well and allow it to dry on a filter 
paper at the room temperature (well away from any flame). 

Take a small piece of nitrated cotton and place it on an 
iron tray together with a piece of untreated cotton. 

Ignite both pieces and observe that the nitrated cotton is 
more inflammable than the untreated cotton. 

Treat the remainder of the nitrated cotton with a mixture 
of alcohol and ether, shake gently for a few minutes. 

'^he nitrated cellulose will dissolve, and a residue of un- 
changed cotton will be left undissolved. Pour off a few drops 
of the solution on to a glass plate and allow the plate to stand 
at the room temperature until the solvent has* evaporated. 
(The whole operation should be carried out well away;, from 
any flame.) 

•' The nitrocellulose will be deposited on the plate as a 
coherent transparent film. This film (collodion) is injpermeable 
to air and water and is utilised in surgery and in photo- 
graphy. 

Collodion is also used in the preparation of artificial silk 
^by the Chardonnet process (see p. 1 16). 

Action of Hydrofiiioric Add , — When cotton is treated with 
hydrofluoric acid a tough transparent waterproof materitil is 
obtained. 

^.^This substance is used in the manuf?cture of carbon fila- 
ments/or electric lamps and also as an insulating material 

Organic Adds have very little action oq cotton, bjj,t tannic 
acid is readily absorbed by if, advantage being taken of this 
in t^ie dyeing and mordanting of cotton. (Compare action of 
tannic acid^on silk, p. 97.) 
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Acetic Ankydride.Y'^y the action of acetic anhyr^ride and 
sulphuric acid a nunper of different acetates of cellulose call 
fee produced ; the number of acetyl groups introduced into the 
molecule depends on the conditions of the experiment. (Com-^ 
pare nitration of c<|llulose, p. 109.) 

The formation bf the tetracetate may be shown by the 
following equation : — 

^OCCH^ 

/Oh 

[C.H.O]<C^ + ^oCCh” C,H.0(00CCH,). + aH.O 

\oh 0 / 

\OCCH 3 

Cellulose. Acetic anhydride, i Cellulose tetracetate. 

Commercially, cellulose acetate is used for a number of 
different purposes ; when mixed with camphor it yields a 
material which resembles and is, in many respects, superior to 
celluloid and which is not inflammable. 

This substance, known as “ cellonl^ is used as a substitute 
for guttapercha, vulcanite, etc., and also in the manufacture of 
kinematograph films. 

Cellulose acetate is soluble in certain organic solvents, e.g. 
acetone and chloroform, and is employed in the form of a thick 
viscous solution as a flexible varnish for wood, paper and ibetal, 
and is used extensively for coating the wings of aircraft. 

A form of artificial silk cellesiion*' silk) can be prepared 
from cellulose acetate, which on account of its high insulating 
^properties is used for coating electric wires. 

The Action of Alkalis on Cotton. 

Dilute solutions of alkali under ordinary conditions have 
very little action on cotton (see p. 88, V.) ; but prolonged boiling 
with alkalis in the presence of air causes hydrolysis of the 
cellulose, the action being similar to that of a^ids (see p. 108)! 
In the absence of air the action ia muchdess marked. 

•Concentrated solutions of caustic alkali (30 per cent.) have 
a curious effect on cotton ; the fibres contract in length, but 
swell up and become cylindrical in shape, and their tensile 
strength and affinity for colouring matters are increased. 

Th^ alkali reacts chemically with the cellulose forming 
alkalucellulose, a compound in which the molecular ratio of 
alkali to cellulose may be expressed sft CigHgoOio iNaOH, 

This action of alkali on cbllulose forms the 6asis of the 
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K ess knbwn as mercerising/'^ so calM after John Mercer, 
in 1844 first suggested that the s^tion of concentrated 
alkali on cotton might be utilise^ to produce a fabric which^ 
'‘could be more readil^ dyed than ordinary cotton. 

Jhe more modern developments of tWs protfSss are dealt 
with under “ Mercerised Cotton ** (p. 1 14J1. 

If cotton is treated with a concentrated solution of sodfum 
hydroxide, to which a little carbon disulphide has been added, 
the fibres swell up, disintegrate and form a gelatinous m^ss, 
called “ Viscose^' which is soluble in a large volume of water, 
forming a viscous solution. < 

The formation of viscose ” is the first step in the produc- 
tion of a form of lustra-c 4 llulose, or “ artificial silk,” known as 
viscose-silk, and the nature and reactions of this substance are 
dealt with more fully under “ Artificial Silks ” (see p. 1 1 5). 

Experiment V., p. 88, illustrates the behaviour of cotton 
with dilute alkali, and the following experiment may be made 
to show the action of more concentrated solutions of alkali 
Immerse a piece of cotton in a 30 per cent, solution of 
sodium hydroxide for about twenty minutes. 

Remove the cotton, wash well, first with water the^^with . 
a little dilute acetic acid, and dry. 

Examine some of the fibres under the microscope, and 
observe that they are more cylindrical than untreated cotton 
fibres and that the twistings are less marked. 

The Action of Other Reagents on Cotton. 

Ammoniacal Copper Oxide (Cuprammonium) Solution , — For 
method of preparation see p. 97. ^ 

Cotton dissolves slowly in cuprammonium solution ; the 
process of solution being much more rapid if the cotton is 
previously treated with alkali. 

Treat a piece^of cotton wool with 30 per cent solution of 
sodium hydroxide unfil the fibres begin to swell (see p. in). 
Remove the cotton wool from the solution, wash well, first 
with water, then with a solution of ammonia, treat with am- 
mofiiacal copper oxide solution and boW. The cotton wool 
« will ra4)idly dissolve, 

A solution of cotton ih ammoniacal copper oxide ^lutl^;^ 
is used in the manufacture o{ certain varieties of artificial 
Xseeip. 117). _ ^ 

Action oj^Chlortne on Cotton , — Dilute solutions of 
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or hypochlorites have very little action on cotton at ordin- 
piry temperatures, bulji with more concentrated solutions at a 
higher temperature the fabrjc will be tendered, or completely^ 
disintegrated, owing to the formation of oxycellulose (see 
p. 109). 05 cycellillose, unlike cellulose, will reduce Fehkng*s 
solution, and the formation of oxycellulose by the over-bleach- 
ingf of cotton with chlorine may be demonstrated by the fol- 
lowing eJcperiment. 

•Treat a piece of cotton with chlorine water, or with a 
strong solution of bleaching powder acidified with acetic acid, 
aftd dry the material without washing out the bleaching agent. 
When dry, wash the cotton, first wijh water and then with a 
dilute solution of sodium carbonate, cover with Fehling^s 
solution, and boil for some little time. In the presence of 
oxycellulose some of the Fehling’s solution will be reduced, 
and cuprous oxide will be deposited on the fabric as a red 
brown stain. 


The Dyeing of Cotton. 

Cotton shows little affinity for colouring matters and dyes 
(see p. 88, IV.). 

Very fevv^ natural colours are absorbed by cotton without 
a mordant, and this is also true of most of the acid and basic 
dyes obtained from coal-tar products, and sometimes referred 
to as “ coal-tar dyes 

C.ertain dyes, however, more especially those derived from 
l^enzidine (NHg . . CgH^ . NHg), of which Congo-red is 

a typical example, will dye cotton ‘‘direct,” i.e. without^a 
mordant, and these are known as “ substantive dyes 

Hygroscopic Character of Cotton. 

Cotton is less hygroscopic in character than either wool or 
silk. Under normal conditions It will bontain from 5-8 per 
cerrt. of water. 

In the spinning and weaving of cotton much depends on 
carefully adjusting ^he amount of moisture retained in •the 
fibres during the progress of these operations ; this can be 
effected^by artificj^illy regulating thh atmospheric conditions 
in the spinning and weaving she<}s. 
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FABRICS MADE FROM COTTON. 


Cotton, in additioi\ to being u»ed for ordinary woven cotton 
laDrics and mixed fabrics of cotton with other textile fibres, 
also forms the basis of several other textile ^materials. 

Of these, the following are the most important : — 

** Mercerised cotton.” 

Artificial silks or Lustra-celluloses. 

** Flannelette.” 


Mercerised Cotton. 

Cotton which has belln treated with strong caustic soda 
solution is sometimes described as “ mercerised ” (see p. 1 1 2). 

The term mercerising ” is, however, more correctly used 
as descriptive of the process whereby cotton is rendered lus- 
trous, by subjecting it to the combKied effects of the chemical 
action of caustic soda and the mechanical action of tension. 

John Mercer, the originator of the process (seep. 112)^ 
aimed only at producing a fabric which could be more readily 
dyed than ordinary cotton, and the production of a lustrous 
fabric by a modification of the same process is a developnient 
of more recent date. 

When cotton is treated in a strong solution of caustic soda, 
a contraction of the fibres takes place (see p. 1 1 1), but if the 
fibres are kept in a state of tension during such treatment, 
this contraction is prevented, and the fibres become lufitrous 
in appearance. The modern process of “mercerising,” there- 
fore, depends on treating cotton (either yarn or woven fabric), 
stretched on rojlers to keep it in a state of tensjpn, with a 
strong solution of caustic soda (about 30 per cent). 

The action of the alkali is very rapid, and in a few minutes 
♦the “ mercerisation ” is complete. The cotton is washed 
thoroughly to rfemove the alkali, and during this process the 
alkali-cellulose first formed*(see p. iii) is converted into hy- 
drated cellulose (2C<;Hi(j05 . HgO). The cotton is then dy^ 
and finished in the usual manner. 

• • •‘Mercerising may be carried out in twe ways ; — 

The material ma;^ be held iij a state of tension during 
ihe treatment with caustic alkali and the subsequenl^ashing 
jM'Ocess. 

; i •(^) Th^ tension may be |ipplied after the material 
^Ith alkali, but before the alkali has been 
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out The essential condition is that the tension should he 
^applied whilst the njaterial is in the form of alkali-cellulose, 
and before it is converted tp hydrated cellulose, otherwise ricy 
lustre effect is produced. 

Properties of Mercerised Cotton . — With the exception of its 
increased lustre anS power of absorbing dyes and colouring 
msftters, mercerised cotton exhibits properties similar to those 
of ordinary cotton, and will give the typical reactions of cotton 
asliescribed on page 107. 

Microscopically, mercerised cotton shows in a more marked 
degree the features observed in the case of cotton treated with 
strong alkali (see p. 112). 

The tension applied in the mercerising process assists in 
the removal of the twists and irregularities ot the cotton fibre, 
and mercerised cotton appears as a rather smooth cylindrical 
fibre (see Plate II, Fig. 9). 

Mercerisation is /arely so complete that fibres lose all in- 
dication of twists, but the freedom of the fibre from such twists 
and irregularities is a measure of the extent to which the pro- 
cess has been satisfactorily carried out. 

The microscope is therefore a valuable aid in determining 
the best conditions for the process of mercerisation. 

Some fibres of mercerised cotton should be examined tinder 
the microscope and compared with those of ordinary cotton. 

“ Lustra-Cellulose ” or “Artificial Silks”. 

Silk is the most costly of the textile fibres, and owing J;o 
the great demand for silk fabrics of all descriptions numerous 
attempts h^ve been made to produce an imitation or “ artificial 
silk 

The processes, which have so far proved successful on a 
commercial scale, all have cellulose as their basis. 

In addition to cotton other forms o^ cellulose, e.g. ramie 
fibre (see p. 125) and wood pulp a*re used for the production of 
lustfa-celluloses. 

The “ mercerising ” of cotton, as described above, shows 
that the structure eff the cotton fibre can be considerably 
modified by action of tegtain chemif:al reagents, and ^n the 
production of “artificial silks*' this idea has been further 
developed, and the cellulose is obtaioed in the form of fine 
.structureless threads similar in gutward appearanceVo those of 
silk, but of entirely different chemical composition^see p. 87). 
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y Th^ term “ lustra-cellulose has been adopted as de- 
, scriptive of these fibres, in preference tq the term ‘‘artificial 
(silk,” since this latter |;erm would ^seem to imply that a fibre 
of themical composition similar to that of silk had been pro- 
duced by artificial means. f ' 

Silk-like fibres have also been produced from nitrogenous 
organic substances, e.g. gelatine and casein ; such fibres ‘re- 
semble silk more closely in chemical composition than do the 
lustra-celluloses, but they have not so far been produced ofi a 
commercial scale and need not be dealt with here. 

A study of the reactions of cellulose, described in the fore- 
going pages, shows that this substance may be brought into 
solution in a number of different ways. 

If a solution of cellulose, prepared by one of these methods, 
is forced through minute holes in such a manner that the 
cellulose is reprecipitated from the fine streams of solution as 
they emerge, the substance will be obtained in the form of fine 
structureless threads. This in general outline is the principle 
on which most of the commercial processes for the production 
of lustra-celluloses depend. 

The various processes differ chiefly in the methods employed 
for bringing the cellulose into solution and the reagents used for 
reprei?ipitating it in the form of threads. 

The principal varieties of lustra-cellulose may be classified 
according to their method of production in the following 
manner : — 

* Chardonnet^ Pyroxylin or Collodion Silk . — The celKilose; 
i^first converted into nitro-celluloses or pyroxylins (see p. 109) 
and then dissolved in a mixture of alcohol and ether. The 
solution (“collodion,” see p. no) is forced under pressure 
through minute holes (about o*oi mm. diameter) into a warm 
chamber, so that the solvent rapidly evaporates, leaving a fine 
thread of nitro-cellulose. 

This thread *is highly inflammable (see p. 109) and un- 
suitable for use in textile fabrics, but by treatment with am- 
monium sulphide the nitro-cellulose is “ denitrated ” and a iibre 
of “ regenerated ” cellulose is obtained. 

***rhe chief disadvantage of this process on a commercial 
scale ft the cost of the solyent (alcoh«l und ether), but if certain 
precautions are taken a large proportion of this is recoverable 
and^can be used again. • 

f ChardoniMt process so called after its inventor Count Hilwe de Char- 
dtfanet. - t 
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The preparation of nitro-delluiuse and collodion •has already 
been discussed (see p. 109), and the experiments previou^y 
'described also serve^ to illustrate the production of lustra- 
cellulose by the Chardonnet process. * 

Cuprammoniur^ Silky Pauly's Silky “ Glanzstoff". — Absolu- 
tion of cellulose ifl ammoniacal copper oxide solution (see 
p. 97) is forced through fine jets and the cellulose reprecipitated 
by the action of acetic acid. 

•Dissolve a piece of cotton in ammoniacal copper oxide 
solution as described on page 1 1 2. Pour a little ofthe solution 
into some acetic acid and observe that the cellulose is repre- 
cipitated. 

Viscose-Silk . — Cellulose is first tfeated with a concentrated 
solution of sodium hydroxide, and carbon bisulphide is then 
added to the alkali-cellulose (see p. iii) thus obtained. A 
chemical reaction takes place with the formation of a soluble 
thiocarbonate derivative culled “viscose". 

This compound appears to be formed by the interaction of 
one molecule of cellulose with two molecules of caustic soda 
and one molecule of carbon bisulphide, and the reaction may 
be represented by the following equation : — 

NaOH + C.H.O^. 0 [H +TT 01 C = S 

Cellulose. ~ Carbon bisulphide. 

NaOH . C,H, 0 , . OC^ 

Viscose. ^SNa 

• 

The “ viscose " is dissolved in water and forced through 
fine openings into a .saturated solution of ammonium sulphite, 
thus fornyng threads of “regenerated" cellulose. 

Cover a piece of absorbent cotton with a 15 per cent, 
solution of caustic soda and allow it to stand for about an hour. 

Remove the alkali cellulose and squeeze out the excess qf 
alkali. (The cotton should retain about three times its own 
weight of solution.) 

•As some time is required in order to complete the con- 
version into alkali-cellulose, the moist mass should, if possible, 
be set aside at this stage for two or three days in a stoppered 
vessel. This, however Js^ilot absolutely essential to the success i 
of the ^perimentf • 

Cover the alkali-cellulose v{lth carbon bisulphide, shake 
vigorously in a stoppered bottle and set it aside uijtil the mix- 
ture becomes quite yellow (2-3 hours). 

A 
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Pour off any excessof carbon b'isulphide, coverthe yellowidi 

nrass (viscose) with water and again allovj it to stand for some, 
hours. Finally, add ^more wat^r and mix thoroughly by 
lhaking until a brown viscous solution is obtained. 

Ppur a few drops of the “ viscose ” solutyjn int(f a saturated 
solution of ammonium sulphate and observe that the cellulose 
is reprecipitated. 

Ptopevtics of Lusif a- cellulose. — Lustra-celluloses are harsher 
to the touch and lack the elasticity of true silk. They are 
quite as lustrous in appearance ; in fact, in some cases they ewr 
on the side of over-brilliance, producing a hard and scintillating 
effect unlike that of ordinary or wild silks. 

The chief drawback to the use of lustra-celluloses for 
textile fabrics is their behaviour with water ; when treated 
with water the fibres swell and their tensile strength decreases. 

For this reason fabrics made of iustra-celluloses need care- 
ful handling in the laundry and also during the process of 
dyeing. 

Under the microscope lustra-celluloses appear as roundea 
structureless fibres somewhat similar to those of silk, but 
thicker and more regular in outline. (See Plate II, Fig. lO.) 

Fibres of silk and lustra-cellulose should be mounted on 
the same slide, as in this manner the differences can be more 
readily detected. (See Plate II, Fig. ii.) 

The appearance of lustra-cellulose under polarised light 
also differs from that of silk ; this difference may be rendered ^ 
more apparent by mounting the fibres in a drop of aniline. , 

^ If the Nicol’s prism* is slowly rotated it will be observed 
that there is one position in which silk fibres become almost 
invisible, namely, when the longitudinal axis of the fibre is at 
right angles to the plane of polarisation * and that maximum 
A^lsibility is obtained when the Nicol is at right angles to this 
position. 

With fibres of lusfra-cellfilose, on the other hand, colour 
changes are observed on rotating the Nicol, but the fibres hre 
distinctly visible in all positions. 

Reactions of Lustra-celluloses. — Lustra-celluloses, it should 
be remembered, are of vegetable oHgin %nd are ci^mpos^d 
almost entirely of cellulose; their chemical composition is, 

* * For the nteaning of the terms “ Nicol’s prism ” and ” Plane of 
tlhu/’^-see “ Polarisation of Light,” Vol. II, 
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tbetefore, quite different frotn that of real silk, tvhich is of 
animal origin and contains amino groups. ’ 

The reactions previously described for differentiating 
animal and vegetable fibres may, therefore, be used to cjis^ 
tingifish between^ real and artificial silks. (See pp. 8^-89, 
“Reactions of Aniftial and Vegetable Fibres”.) 

• The burning tests (I. and II.) and also the Xanthoproteic 
reactions (I II.) are of especial importance. Lustra-celluloses 
s\\^ll and become gelatinous on treatment with alkali, but do 
not dissolve (see V.). The difference in behaviour with colour- 
ing matters (IV.) is not so marked, since lustra-celluloses, 
like mercerised cotton, absorb dyes more readily than ordinary 
cotton. 

Ammoniacal copper oxide solution (see p. 97) dissolves 
both silk (fibroin) and lustra-celluloses, but in the latter case 
a white precipitate of cellulose is obtained on diluting the 
solution with water. » 

An alkaline solution of copper oxide containing glycerine 
will, however, dissolve silk, but has no action on lustra-cellu- 
loses. This reagent may be used for the quantitative separa- 
tion of silk and lustra-cellulose (see p, 133). 

Compare the action of ammoniacal copper oxide solution 
on specimens of silk and lustra-cellulose. Dilute the solutions 
obtained with water. In the case of lustra-cellulose the cellu- 
lose separates out as a white precipitate. 

Immerse threads of silk and lustra-cellulose in alkaline 
copper glycerine solution (see p. 98) and observe that, after 
standing for some time at the room temperature, the silk 
dissolves and the lustra-cellulose remains unchanged 

Various methods have been suggested for distinguishing 
the different varieties of lustra-cellulose from one another ; 
these mostly depend on colour reactions and are in some ca^ 
only applicable to unbleached fibres. 

Collodion “ silks ” usually cdhtain tfaces of nitrocelluloses, 
tltough the amount of nitrogen present is extremely small, 
about 0*2 per cent. 

The other lustra-celluloses do not contain any nitrogea,.and 
“ collodion silk ” may, be* distinguished from the other,forms c4 
lustra^ellulose by treating with (Jbncentrated sulphuric acid 
do which a trace of diphenylamjne has been added. 

Collodion silks give a bright blue colour and the •other 
lu3tra*“Celluloses only a slighf yellow colour, 
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‘‘ Flannelette.” 

Flannelette is a fat^ric produced by weaving cotton in such 
a manner that a material somewhat similar in texture and 
outward appearance to a woollen fabric is^Abtain&d. 

Cotton woven in the ordinary manner gives a fabric with 
a smooth surface, and if suitably “ dressed ” it readily take^ a 
polish on ironing ; whereas in the case of flannelette the fabric 
is so treated that minute threads of cotton project from ftie 
surface of the material. This gives it a rough appearance, and 
at the same time ensures the formation of a non-conducting 
layer of air between the material and the surface with which it 
is in contact. In this mahner the non-conducting properties 
of a woollen fabric are to some extent reproduced. 

Flannelette is, in fact, a cotton fabric which has been sub- 
jected to a special mechanical process, and the fibres of which it 
is composed will show all the chemical and microscopical pro- 
perties of ordinary cotton. 

Some fibres from a piece of flannelette should be examined 
under the microscope and identified as cotton fibres. (See 
Plate I, Fig. 4.) 

Owing to the nature of its surface, flannelette is more 
inflarawiable than ordinary cotton, and this has proved a 
serious drawback to its use as a textile material. 

It was observed (sfee p. 100) that “weighted” silks 
burn less readily than untreated silks, and in the same way if 
flannelette or other cotton fabric is loaded with mineral matter c 
the material is rendered less inflammable. 

Numerous processes have been devised for “ fire- proofing ” 
flannelette by loading it with various mineral substances. The 
substances which may be used for this purpose vary greatly 
in character, and among those most frequently employed are 
the following: ammonium salts (phosphate, sulphate, car- 
bonate); magnesifim chloride and sulphate; aluminium salts 
(alum, aluminium sulpfiate) ; silicates ; borates ; sodium tung- 
state and sodium stannate. 

The nature of the fire-proofing materials added to flannel- 
ette* is usually determined by makinj^ a cdmplete analysis of 
^hc ash,«i.e. the residue obtained aftear the removal of all the 
organic matter by burning, and is a rather Complex process. 
Some idea of the nature ^of the substances can, however, be 
obtaified by fcaking the following experiments : — 
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Burn a small piece of flSinnelette in a Bunseil flame ; 
the cotton burns away, leaving an ash which retains the 
original structure of the fabric, the material has been dressed ” 
with mineral matter, probably for the purpose of fire-proofiug' 
(see p. lOO).* 

If the above tesY indicates that the material has been fire- 
proofed " some of the flannelette should be cut into strips 
and ashed in the manner described for silk (see p. 104). 

^Extract the ash with hot water, filter and wash the residue 
with hot water. 

• Examine the filtrate for soluble salts, e.g. chloride, sulphate, 
borate, and for magnesium. 

Extract the residue insoluble ir# water with hydrochloric 
acid, and again filter. 

Examine the filtrate for tin, silicate, and also for tungsten. 
The test for tungsten is made as follows : — 

To the hydrochloric acid solution add a few pieces of zinc. 
In the presence of tungstates a blue colour develops on 
standing, owing to the formation of oxides of tungsten (tung- 
sten tungstate, WgOg or 2WOj, . WO2). 

If any considerable residue is obtained after extraction 
with hydrochloric acid it should be fused with fusion mixture 
and potassium nitrate, and the fused mass examined ig the 
usual manner for silicate, tin, alumina, etc. (see p. 105). 

The efficacy of the “fire-proofing*” process depends to a 
great extent on the insolubility in water of the mineral salts 
added, since on washing the fabric in the ordinary manner with 
soap and water, the soluble salts will be dissolved out. 

For this reason a determination of the proportion of soluUle 
matter in fhe ash is, from the practical point of view, of more 
importance than a determination of the exact nature and quan- 
tity of the various mineral salts added. 

This determination can be carried out in the following; 
manner : — • 

^Determination of Soluble Matter fn the Ash of Flan^^ 
nelftte '\ — Weigh out a piece of flannelette (about 2 gms.), 
ash and determine the weight of the ash as described above 
(see p. 104). • 

Transfer the ash to^ ^baker, cover with distilled water and 
boil for ^bout ten minutes. * 

Pour off the water through a, filter, add more water to the 
ash and again boil and filter. Finally, transfer th^ ash to»the 
filter, wash several times with fiot water, dry, ignit;^ and weigh. 



i 22 ^. , Af rtlED CHEMISTRY 

Tfhe difference between this weight and that of the total 
gflves the weight of soluble matter present 

The above experiment gives the proportion of soluble 
matter present in the*“ dressing/^ after ignition but this does 
not necessarily represent the total amounj of mineral matt^ 
removed from the fabric during the ordinary process of wash- 
ing, since a considerable amount of the insoluble matter may 
be washed out ” of the fabric together with the adhering dirt. 
This may be shown by making the following experiment 
Weigh out two pieces of flannelette (each about 5 gms.). 

(a) Determine the percentage of ash (mineral matter) cn 

one piece, as described above. 

(d) Immerse the othfcr piece in an aqueous soap solution 
containing about 0*5 per cent, of soap, and heat Stir and turn 
the material at intervals with a glass rod, and allow the solu- 
tion to boil briskly for about ten minutes. ^ »/ • 

Remove the fabric from the solution, rinse 7 veu with water, ^ 
dry and determine, by ashing, the percentage of mineral matter 

left in the fabric. , 

It is essential that the soap should be removed from the 
fabric as completely as possible by rinsing, since any soap left 
in the fabric will be converted to carbonate on ignition, and 
will increase the amount of mineral matter found in the fabric. 

The percentage ash obtained for (/;) is usually considerably 
less than that in (a), the difference showing what proportion 
of the mineral matter has been removed. 

In the case of one specimen examined 90 per cent, oi the 
mineral matter was removed by this treatment. • j j 

* Thus loading with mineral matter can hardly be considered 
a satisfactory method of permanently reducing the^ inflamnm- 
bility of flannelette, which has to be washed frequently, lo 
be effective, the fire-proofing process should really be repeated 

«after each washing, or at least at short intervals. 

hiNEN. 

Linen is a fibre obtained from the inner bark or bast fitres 

of the flax plant. n j ^ 

* * "The flax plant, when fully groi^n, is cut down or pulled up 
by thi roots ; the seeds .and leaves^ rflre then separated froijl 
the stalks by a mechanical process tecnnically l^ow*^ 
“rippling 

* On ignition some of the soluble matter may be rendered ineolub^i 
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The stalks are tied in bifndles and exposed to’the action 
of water and air for several days. This process is described 
us “ retting” (or rottifig), as under these^conditions .the woody 
tissues of the plant are broken down by fermentation, and tbe* 
inner fibrous *061101(^6 can then be separated from the decom- 
posed tissues by a series of mechanical operations. 

•“ Retting ” may be carried out either by placing the flax 
in stagnant water, “ pool-retting,” or by exposing it to the 
actten of running water in a stream. 

The Courtrai flax of Belgium is “ retted ” in the river Lys, 
and flax “ retted ” in this manner is usually a better colour 
than pool-retted ” flax. 

Flax may also be “ retted ” by (deposing it to the action 
of dew and sun, “ dew-retting,” but the method gives uneven 
results, the fibres obtained are rather dark in colour, and are 
usually considered inferior to those obtained by other processes 
of “ retting ”. • 

Attempts have also been made to bring about the “ retting ” 
of flax with specially prepared bacterial cultures. 

Linen fibres are more lustrous and considerably longer than 
those of cotton, and their tensile strength is greater. They 
are, however, more readily disintegrated (see p. 1 24) and “ over- 
retting ” makes the fibres brittle. t 

Microscopical Appe&rance. 

Under the microscope the fibres are seen to be composed 
of bundles of cylindrical cells, which show fine longitudinal 
markings, arfd occasional transverse markings and knot-like 
joints (resembling the knots in straw). (See Plate II, Fig 12.) 

The lumen shows as a narrow streak or line in the centre 
of the fibres, and the fibres taper to a point at the ends. 

In cross-section the fibre is polygonal and shows a smal] 
round lumen. • 

Examine some fibres of linefi under" the microscope, then 
moisten the fibres with dilute iodine solution (see p. 1 26), and 
examine again. The treatment with iodine renders the char- 
acteristic markings more apparent. « , • 

In examining fibre^frefm a piece of linen fabric, any starch n 
added m dressing #nust be removed t>efore staining the fibres 
with ioaine. 
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Chemical Propeities of Linen. 

Flax fibres are composed almost entii^ly of cellulose (about 
rpo per cent.), the other substanc\is present being water (6-8 
per cent.), and small quantities of fat, wax and pectose. 

By suitable chemical treatment, flax m^.y be made to yield 
a pure cellulose, chemically indistinguishable from cotton 
cellulose. 

The chemical reactions of linen are, therefore, essentially 
the same as those of cotton, and differ only in one or two minor 
respects. ^ 

The following differences should be noted ; — 

Action of Sulphuric — Linen is less readily attacked 

than cotton by the action of concentrated sulphuric acid, and 
this may be used as a distinguishing test. 

Immerse fibres of cotton and linen in concentrated sulphuric 
acid for two minutes, wash well jyith water, and then with 
water containing a little ammonia, and dry. 

Cotton fibres form a gelatinous mass soluble in water. 

Linen fibres are comparatively little affected. 

Any dressing in the fibres should be removed before ap- 
plying the tests, by boiling with distilled water for a •few 
minutes, and gently rubbing. 

Action of Ammoniacal Copper Oxide {Cuprammonium) Solu- 
tion. — Linen swells upon treatment with ammoniacal copper 
oxide, but does not dissolve (see p. 1 1 2 ). 

Action of Oxidising Agents. — Owing to its structure linen 
is more easily disintegrated than cotton by the action of bfeach-' 
ing powder and other oxidising agents, and also by boiling 
solutions of alkali in the presence of air (see p. 1 1 1). 

Moisten some linen fibres arranged on a microscope slide 
with a drop of dilute chromic acid solution. Allow to stand 
for a- few minutes, cover with a cover-slip, and examine under 
fhe microscope. , 

The linen fibres are broken down into their constituent 
cells by the action of the chromic acid. Cotton fibres be^ing 
unicellular are not so readily disintegrated. 

The Dyeing of .Linen. 

Linen is even less reaStive than cotton with dyes, ^nd this 
is sometimes made use of in distinguishing tests. Such tests 
a<;e,«howev5r, only reliable when the linen is unbleached; 
bleached linen shows little or no difference from cotton. 
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Hygroscopic Character. 

Linen under normal conditions contains about the same 
percentage of moisture as cofton, i.e. 7-8* per cent (see p. 1 1 3).* 

OTHER BAStVfIBRES, RAMIE, JUTE AND HEMP. 

Thes^ fibres are all somewhat similar in nature to flax 
fibres, but are not used very extensively in the production of 
textile fabrics, so that only a brief description of their properties 
need be given here. 

Ramie or China Grass is a bast fibre of a plant of the 
nettle family; it is strong and duAible and probably ranks 
first of the vegetable fibres in these- respects. It is m2.re 
lustrous than linen, but is rather harsh and inelastic. 

The decortication of the fibre from the plant is somewhat 
difficult and has to be donel^y hand This has, so far, prevented 
a more extensive use of the fibre for textile purposes. 

The fabrics described as “ Grass-Lawn and “ Indian 
Lawn,” if genuine, are composed of ramie. 

Chemical Composition, — Ramie is composed almost entirely 
of cellulose ; but certain varieties appear to contain some ligno- 
cellulose, since they give a slight yellow coloration* with 
aniline sulphate (see p. 126). 

- Microscopical Appearance of Ramie*— bast cells are con- 
siderably larger than those of linen, and both the lumen and 
•the fibre itself show considerable variation in width. The 
cross-section is elliptical. ^ 

Jute i^ a fine, lustrous fibre, but lacks strength and dura- 
bility, and rapidly deteriorates if exposed to action of moisture. 
For this reason its use is confined chiefly to the production of 
coarse woven fabrics, e.g. sacking, etc. ; but it is also used i^ 
certain forms of tapestry and as a binding thread in the weav- 
ing of carpets. • 

• Chemical Composition. — Jute differs in chemical composition 
from linen, since it consists essentially of a compound of cel- 
lulose known as ligm~cellulose,^nd]\xXt is sometimes descfibed 
as a “ lignified fibre ” (ie^p. 126). 

Microscopical Appearance. — Jute* fibres are rather smooth 
in appearance and transverse maddngs are absent. The lumen 
varies in width and the cross-section*is polygonal*^ showing an 
oval lumen. 
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Hem{S is a harsh, stiff fibre 6f considerable tensile strpgth 
sftid durability, and in these respects differs very markrfly ' 
from jute. It is usee}, chiefly in the profiuction of twine, cord, 
etc. 

Chemical Composition, — Hemp is composed "partly of cel- 
lulose and partly of ligno-cellulose (see beiow). 

Microscopical Appearance. — Under the microscope, henlp is 
very similar in appearance to flax. The ends of the* fibres are 
usually blunt and sometimes forked ; this forking is not shbwn 
by linen fibres. In cross-section the fibres are elliptical, and 
this is also a means of distinguishing them from linen (See " 
p. 123). 

i 

Colour Reactions of Unbleached “ Ligno-Cellulose 

Ligno-cellulose reacts with various aromatic compounds, 
giving coloured derivatives, and these reactions are made use 
of in testing for “lignified fibres*’. Lignified fibres which 
have been bleached by the action of chlorine, sulphur <|ib?:id^, 
etc., do not give these colour reactions, and such tests are there- 
fore limited to the examination of unbleached fibres. 

Aniline Sulphate. — Immerse the fibres in an aqueous solu- ^ 
tion of aniline sulphate (about i per cent.). The fibres are 
stainfed yellow or orange. 

Phloroglucinol. — Immerse the fibres in an alcoholic solu- 
tion of phloroglucinol (^ per cent), dry, and then expose them 
to the action of hydrochloric acid gas. 

This may be done by warming a little concentrated Hydro-^ 
cljloric acid in a dish and holding the fibres in tlje fumes. 

The fibres are stained a bright red colour. 

If fibres of unbleached jute or hemp are not available the 
colour reactions with aniline sulphate and phloroglucinol can 
be shown with a piece of ordinary newspaper.* This paper is 
usually prepared from wood pulp and contains ligno-cellulose. 
The paper should be yoisten^d with a few drops of the reagent 
and not immersed in the solution. 

Iodine and Sulphuric Add, — Lignified fibres treated wifli a 
dilute solution of iodine and then with sulphuric acid are 
st^ided yellow ; fibres of cellulose a/e stailied blue. 

HAnp which is comp 9 sed partly •of'cellulose and oartlv of 
ligno-cellfilose gives a greenish colour. 

This is also a convepieni? method of staining bast fibres ' 

wbiCh are to be examined with,the microscope (see p. V2^). 

«... 

* Newspajier usually coptains some unbleached 
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The solutions required be pr^red as follows : — 

(a) Dissolve 3 gms. of potassium iodide in 60 c.c. of wat«r 
and add i gm. of ic<dine, pilute the ^^dlution i : 10 before 

using. • ^ 

(d) Dilute 3 parts of concentrated sulphuric acid wijh i 
part of water, and, i 5 required for microscopic work, add i part 
of glycerol ; this prevents the destruction of the fibres by the 
acid and '’brings out certain differences in structure. 

Quantitative Examination of Mixed Fabrics' 

A careful study of the chemical reactions of the textile 
fibres, as described in the foregoing pages, indicates that it 
should be possible, by a suitable sel^tion of reagents, to make 
a quantitative separation of the principal textile fibres (wool, 
silk and cotton) present in fabrics composed of mixtures of 
these fibres. It will also be seen that in some cases there is a 
considerable choice of reagents available for this purpose. 

The following experiments are selected to show how such 
separations may be carried out, and to illustrate some of the 
methods which have been found to give good results in practice. 

For further information of this subject see “Textile 
Fibres” (Matthews). . ^ 

Preliminary Examination with the Microscope. 

Before making any quantitative separation of a mixed 
fabric, some of the “war/” and some of the threads 

•sl\oufd be carefully examined under the microscope ; this will 
show which fibres are present, and the separation can then be 
made accordingly. 

The thVeads running the length of the cloth are called the 
warf threads ” or “ ends Those that intersect or run across 
the warp threads are called “ woofy' “ weft ” or '^filling threads. 
The “ filling ” threads which bind in the warp^ threads at eithef 
side form the selvage. 

Weighing of Fabrics. 

For carrying out;, quantitative determinations, fabrics jnay 
either be weighed in the ^air-dry condition, or they may be 
dried at 100® C. ai;jd weired in a stoppered vessel, ^ , 

The^ndition in which the fabric is weighed should be 
stated, i.e. “ air-dry ” or dried at *100”# C. 

In thp experiments here d^cribed the fabrics, jlnless other* 
stated, |re weighed in the air-dry condition. 
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, (For p’recautions to be tak^n m restoring the material to 
the air-dry condition after drying see p. 94.) 

< 

, separat/on of wool and cotton. 

In fabrics containing only two differer^ kind^ of fibre the 
quantities of two constituents present are' usually determined 
in the following manner : — 

(1) The total amount of fibre (i.e. the weight of fabric after 
the removal of finishing materials or dressing) is determined. 

(2) The amount of one of the constituents is determined 
by direct experiment. 

(3) The amount of the second constituent is obtained as 
the difference between (i ; and (2). 

In the case of wool and cotton it is possible, however, by 
making two experiments, to determine the' quantity of both 
constituents directly^ and this method is therefore recom- 
mended, since it is more instructive and a check on the 
accuracy of working is obtained. 

Determination of Wool. 

{a) Cotton is soluble in a concentrated solution of sulphuric 
acid f. wool is very little affected by this reagent, and a separa- 
tion of wool from cotton can be made in the following 
manner : — 

Immerse a weighed piece of the fabric (2-5 gms.) in 80 
per cent, sulphuric acid for twelve hours. Wash the residue, first 
with a mixture of equal parts of alcohol and water and then 
with alcohol to ensure the complete removal 6f the cotton. 
Dry the residue, restore to the air-dry condition ^nd weigh. 

If the residue becomes disintegrated and cannot be washed 
and. dried in one piece, it should be collected and dried on 
^ filter paper, restored to the air-dry condition and weighed. 

[h) If wool fi-bres are present both in the warp and in the 
weft threads (this will be indicated in the preliminary micro- 
scopical examination) the following method can also be i&sed ' 
for separating cotton from wool, and has been found in practice 
to.give more satisfactory results than method (<2:). 

Dilute acids have very little ‘action on wool, whereas 
cotton, if treated with dillite acids and dried without /cashing, 
is tendered and rendered battle (see p. 107). A separation 
(ianotherefofe be effected '“in the following manner : — 

Immerso a weighed piece of the fabric (2-5 gms.) in dilute 
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hi&ochioric acid (i part of cohcentrated acid to 8 parts waters) 
feir about fifteen minutes. Remove the material from tlite 
solution, and without iSbashing^ty dry as rapidly as possible, pre- 
ferably in front of a fire. The cotton darkens and becomes 
brittle and can be completely removed from the material, by 
gently rubbing and shaking. The wool is restored to the air- 
dry*condition and weighed. 

Care should be taken not to rub too hard, or particles of 
wo(Ji are liable to become detached. 

The wool fabric should appear uniform in texture when 
heid against the light ; dark irregular patches indicate that 
the cotton has been incompletely removed. 

A photograph of the wool fabri<# separated from a cotton 
and wool fabric in this manner is shown in Fig. 8, B. 

Determination of Cotton. , 

Wool is soluble in a 5 per cent, solution of potassium 
hydroxide, whereas cotton is little affected by this reagent 
except on prolonged boiling (see p: n i). 


ABC 



Fjo, 8.-~Separation of wdbl and cotton fabric. A — wool and cotton f^rtc! 
B— wool fabric separated |rom*A. C — cotton fabric separated &oni»A. 

Cotton may therefore be seps^rated from wool in the fol- 
lowing manner * 

WeigK out a piece of the material (2-5 gms.^and boil it 

9 
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for about 'fifteen minutes in a 5^ per cent solution of caustic 
jSotash.^ 

Remove the mateijial from th^solutiofi and wash thoroughly, 
first with water containing a little acetic acid and then with 
water. Dry, restore to the air-dry conditfon and weigh. 

The weight of cotton in the material is thus obtained ; 
but since cotton loses from 3-5 per cent, of its weight on boil- 
ing with caustic potash, it is usual, on this account, *’to add to 
the cotton 5 per cent of its weight A photograph oft the 
cotton fabric separated from a wool and cotton fabric in this 
manner is shown in Fig. 8, C. » • 

The following example shows the method of calculation ; — 

Determination of Wool and Cotton in a Mixed Fabric. 


Determination of Wool , — 

Weight of sample (air-(j[ry) =2*15 gms. 

Weight of wool (air-dry) obtained from sample - l *10 gm. 


Therefore percentage of wool = 


rio 

^5 


X 100 = 51-1. 


Determination of Cotton , — 

Weight of sample (air-dry) « 2 *20 gms. 
f Weight of cotton obtained from sample = 0*98 gm. 


Add 5 per cent, correction 



- 0'05 gm. 


Corrected weight of cotton = i ’03 gm. 

I *0^ 

Percentage of cotton * — - x 100 = 46*9. 

2*2 — 

Total fibre (air-dry) present in fabric * wool + cotton 

= 46*9 + 51*1 « 98 p per cent 


The above experiments, if carefully carried out, should give 
with a fair degree of accuracy the proportions of wool and 
cotton present ih a mixed fabric. Since in preparing mixed 
fabrics the fibres are not specially dried, but are used in the 
air-dry condition, it is more satisfactory, from the pracfical 
point of view, to make the determinations on air-dry materials 
afe'dtscribed above. 

If more accurate results are required, the amount of finish- 
ing materials and also the moisture present in the fabric 

j Caustic sadUf it is stated (Matthews), does not give such satisfactory results, 
^t owing to fhe high price of caustic* potash it may at the present time be 
used. 
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^ould be determined by direct experiment, and the separated 
cQtton and wool should be dried at 100® C to a constaift 
weight For further details of procedurelsee “ Textile Fibres ” 
(Matthews). 


SEPARATION OF SILK AND WOOL. 

Silk is more reactive towards chemical reagents than any 
of the other fibres, and it is therefore possible to dissolve out 
the silk from mixtures of silk with either wool, or cotton, or 
bc^h (see below) ; but so far no method has been devised by 
which the wool can be removed and the silk left unaffected. 
In the case of wool and silk mixturfs, therefore, the method 
outlined on page 128 must be employed. 

(a) Determination of Finishing Materials or “Dressing”. 

Weigh out a piece of the fabric (2-5 gms.) and boil 
first in a i per cent, solution of hydrochloric acid for fifteen 
minutes, and then in a 0*05 per cent, solution (N/ioo) of 
sodium carbonate for the same time. Wash well with water 
and weigh when restored to the air-dry condition. This 
gives the total amount of fibre present in the material. ^ 

(b) Determination of^Wool. 

Silk is rapidly dissolved by concentrated hydrochloric acid 
in the^old,* whereas wool is not affected to any marked ex- 
tent by this reagent. A quantitative separation of the two 
fibres can thus* be made in the following manner : — 

Immerse the fabric after the removal of the dressing, as 
described aT^ove, in concentrated hydrochloric acid for about 
five minutes. Wash thoroughly, restore to the air-dry condi- 
tion and weigh. 

This gives the weight of wool present in the fabric. 

The total amount of fibre (a)y less theVimount of wool (^), 
give# the amount of silk. 

As an alternative method the silk may be dissolved out by 
the action of a solution of basic zinc chloride. (See Separa-* 
tion of Silk, Wool aivl , Cotton, p. 132.) Care must be 
taken to^wash ou# the zinc salt co*mpletely, and, for this 
reason, the fabric should be rinsed^ in water containing a little 
acetic acid. 

* This is only. true ii the silk is free from weighting (see ^ loo). 
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A photograph showing the* separatftn of a silk and wool 
ftibric is shown in Fig. 9. In this case the warp threads were 

A* B 



Fio. 9. — Separation of a wool and silk fabric. A— wool and silk &bric. B — ^stPands ^ 
of wool separated from A. 

composed of wool and the weft threads of silk, so that a com- 
plete wool fabric could not be separated. 

SEPARATION OF SILK AND COTTON. 

The methods given for separating silk from wool umy aisu 
iJe used for separating silk from cotton. 

If a concentrated solution of hydrochloric acid i§ used, how- 
' ever, special care must be taken to remove all tlie acid from 
the material before drying (see p. 107), and the cotton should 
* be washed first with water containing a little alkali, and then 
with, water alofie. It is usual also to apply a correction of 
4 per cent, to the weight of*cotton obtained, to compensate for 
loss undergone during the treatment (cf. p. 1 30). 

Silk may also be separated from cotton by the action of 
alkaline copper-glycerine solution. (See Separation of Silk.i 
from€-ustra-cellulose, p. 133.) 

SEPARATION OF SILK, WOOL AND COTTON. 

^ I ' 

The following method may be conveniently empl^rcu 

The d]:tssin^ or finishing materials are r^mov^ 
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fabric, and the total Amount of fibre present determined (see 
1 31). Let this weight = (a). > 

The silk is then Removed by immersing the fabric in a 
boiling solution of basic zinc chloride (see p. 97) for two 
minutes. Tht fabric is well washed first with water contain- 
ing a little acid, aim then with water alone. The residual 
cott 5 n and wool are then restored to the air-dry condition and 
weighed. * Let this weight = (d). 

The wool and cotton are then separated by treatment with 
5 per cent, caustic potash (see p. 1 29). 

•The residual cotton is washed, restored to the air-dried 
condition, and weighed. Let this weight = (c), 

^ (A correction of 5 per cent is ^ded to the cotton aftei 
this treatment, see p. 1 30.) 

Then (a - d) = weight of silk. 

^ 4- 5 per cent, of c) == weight of wool, 

r + 5 per cent bf == weight of cotton. 

SEPARATION OF SILK AND LUSTRA-CELLULOSE. 

Real silk is soluble in an alkaline solution of copper oxide 
containing glycerine (see p. 98), whereas lustra-celluloses dc 
not dissolve in this reagent • 

The total amount of fibre in the material should first be 
determined (see p. 131). The silk can then be dissolved out 
by immersing the fabric for thirty minutes in alkaline copper- 
glycerine solution at the room temperature (see p. 119). The 
residual lustra-cellulose is then carefully washed, dried, re- 
stored to the air-dry condition, and weighed. • 



Chapter V. 

BLEACHING AGENTS. 

Chemical reagents which are used for the removal of colour- 
ing matters from textilesi^ are usually described as “ bleaching 
agents'\ Bleaching agents may be used to remove the 
natural colouring matter of fibres, to remove a dye, or to 
take out a stain. The colouring matters which have to be 
dealt with are, with one or two iaxceptions (e.g. iron com- 
pounds*) organic substances, and bleaching, as ordinarily 
understood, consists in the conversion of coloured organic 
compounds into colourless derivatives. 

There are two general methods by which bleaching may 
be effected : — 

(«) By the oxidation of the colouring matter to a colour- 
less derivative. 

(2) By the reduction of the colouring matter to a colourless 
derivative. 


I. Bleaching by Oxidation. 

This may be accomplished by the action of the oxygen of 
the air, or by oxidising agents, i.e. substances which give up 
oxygen (peroxides, etc.), or which liberate oxygen from other 
substances (chlorine, etc.). The agencies most commonly made 
*use of for bleaching by oxidation are the following : — 

LAght and air. 

Chlorinated lime (“ bleaching powder ’) and hypochloiites. 

Peroxides : hydrogen peroxide, sodium peroxide. 

Persalts : sodium perborate. , 

Pqjassium permanganate (in conjunction with other re- 
agents). 

♦ Stains produced by iron ^orajfeunds, e.g. FcgO,, arc usually removed by 
dissaving out Jhe^Jiion with an acid (se^ p. 162), and this process hardly comes 
4Min the category of bleaching. 

.(134) 
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LIGHT -AND AIR. 

Most colouring piatters are bleached on prolonged A- 
posure to light and air, and ^bleaching Jan be effected in thij^ 
manner with the least possible deterioration of the fabric. 
The process is, ho\|ever, in many cases, extremely slow,* and 
it i^ often necessary to resort to some more rapid method of 
bleaching. 


CHLORINATED LIME (BLEACHING POWDER) AND HYPO- 
CHLORITES. 


One of the reagents most frequently used for bleaching 
textiles is the substance known ate “ chlorinated lime or 
bleaching powder. 

Bleaching powder is prepared by passing chlorine gas over 
slaked lime, and its formation can be represented by the 
following equation : — * 

/OH /OCl 

Ca; + CI2 Ca; + H2O 

\OH \C1 

Slaked lime. Bleaching powder. 

Bleaching powder may be regarded as a mixed ^alt of 
hydrochloric and hypochlorous acid thus : — 


Ca/0 + H| 


ici ei 

j Ca^ H2O. 

OCl ^OCl 


On treatment with dilute acids this substance gives #off 
chlorine : — 

Ca(OCl)Cl + HCl CaClg + HOCl 
HOCl + HCl-^HaO + Cl^. 

In the presence of oxidisable colouring matter and water, 
the chlorine will react with the water, liberating oxygen, an9 
the colouring matter is thus oxidised or pleached. 

CI 2 + H 2 O 2 HCI + 0. 

It should be noted that the oxygen is liberated in the 
fabric in the “ nascent’* state, and in this condition has much 
more powerful bleachjng* properties than ordinary mjilecufar 
oxygen. 

The* active agent in bleaching powder is the chlorine 
liberated by the action of dilute ^cid, and tl;is is usually 
termed the available chlorini'\ 
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, It IS p6ssible to prepare bldbching powder containing up 
t<^43 per cent of available chlorine, but commercial. prepara- 
tions usually contain a|bout 30-36^r cent, of available chlorine* 
in addition contain some free lime (i.e. lime not combined 
witl} chlorine). 

On keeping, bleaching powder tends /to decompose with 
the, formation of calcium chloride and chlorate, and on 'ex- 
posure to air and moisture the carbon dioxide cff the at- 
mosphere causes a partial liberation of the chlorine : — « 

6Ca(OCl)Cl sCaCla + Ca(C103)2 

calcium chlorate. 

2Ca(OCI)CI + H2CO3 CaCO:, + CaClg + 2HCIO. 

The hypochlorous acid ftrst produced decomposes with the 
liberation of chlorine. 

Hence the amount of available chlorine in different 
samples of bleaching powder may vary considerably, but the 
amount actually present can reaSily be determined in the 
following manner : — 

Determination of Available Chlorine in Bleaching 
Powder. 

potassium iodide be added to a solution of bleaching 
powder and the mixture acidified, the chlorine liberated reacts 
with the iodide, setting free an equivalent quantity of iodine. 

CL, + 2KI 2KCI + I2. 

2 X 35*5 2 X 127 

The amount of iodine thus liberated can be determined by 
titration with a decinormal solution of sodium thiosulphate. 

2Na2S203 . 5H2O + I2 2NaI + Na2S^O(^ + ^H20. 

2 X 248 2 X 127 

The method of procedure is as follows ; — 

Weigh out logms, of bleaching powder, using a weighing 
bottle,*1nto a porcelaw mortal Add about 5 c.c. of water and 
mix thoroughly until a smooth paste is obtained 

Gradually dilute the paste with more water, stir well and 
pourioff the milky fluid into a litre flask. • 

Rub down the residue left in the^m(?rtar with a little more, 
water, and again pour offVhe liquid into thd litre flasl^ 

Repeat this process until ^all the powder has been tra^, , 
ferrqd to the»flajk, then tfiake up the volume to iocx)-c.c 
Isha^ewell. 
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Measure out 25 c.c of tHe solution with a pipette inio 
conical flask, add 5 cc. of a 10 per cent solution of potassiiiin 
Iodide. and acidify with dilute acetic acid. 

Iodine is liberated and the solution turns brown. 

Run in decinormal sodium thiosulphate solution from a 
burette, until the dilution turns from brown to pale yellow, 
thesi add two or three drops of clear, freshly prepared starch 
solution (see p. 16) and continue to run in the sodium thio- 
sulphate solution until the blue colour, at first obtained, just 
disappears. 

• At this stage more acetic acid should be added ; if all the 
available chlorine has been liberated no change in colour will 
be observed, but if more chlorine, an|l therefore more iodine, is 
set free, the starch will again turn blue and the titration must 
be continued until the reaction is complete. 

The above equations show that 248 parts Na2S203. 
are equivalent to 127 parffs iodine, and 127 parts iodine are 
equivalent to 35*5 parts chlorine. 

A decinormal solution of sodium thiosulphate contains 
24*8 gms. of crystalline thiosulphate (Na2S203. 

I litre. 

Therefore i c.c. N/io sodium thiosulphate = 0*0248 gm. 
thiosulphate. • 

Or I C.C. N/io sodium thiosulphate =.0*01 27 gm. iodine. 

„ „ „ „ ‘^o-oosssgm. chlorine 

Hence the “available chlorine” present in 25 c.c. of the 
bleaching powder solution is obtained by multiplying the 
number of c.c. of N/io thiosulphate used by 0 0035 5. 

Or the “available chlorine” present in i litre of solution 
(10 gms. powder) = c.c. of N/io thiosulphate x 0*00355 x 4a 

This result multiplied by 10 gives the percentage of avail- 
able chlorine in the powder. 

Alkaline H3rpochlorit^s. 

, * Solutions of sodium or potassium hypochlorite are some- 
times used as a source of chlorine for bleaching purposes, in 
preference to bleadhing powder. The absence of cafciuh 
compounds in such pi^parations is considered an adv^hntage, 
since th# possible formation of insoluble calcium soaps in the 
subsequent washing process is thus avoided. 
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On aciclifying the solution of hypochlorite with dilute acid, ' 
chorine is liberated. 

NaOCl + IHCI NaCl + K^O + Clg. 

A solution of sodium hypochlorite can be prepared by 
pass'ing chlorine into a solution of caustic ^>oda in the cold * 
or by the electrolysis of a solution of common salt. ^ 

CI2 + 2NaOH NaOCl + NaCl + Hfi.- 

Such a solution is sometimes sold under the namd of 
“ Javel water ” or “ Eau de Javel,” though originally this pro- 
duct appears to have contained potassium hypochlorite (KOOi). 

A solution of sodium hypochlorite can also be obtained by 
adding excess of sodium larbonate to a solution of bleaching 
powder. 

Ca(OCl)Cl + Na^COa CaCO^ + NaCl + NaOCl. 

The insoluble calcium carbonate is allowed to settle, and 
the clear liquid containing the hypochlorite is decanted and 
used. 

^'Available Chlorine'' in a Solution of Hypochlorite, — The 
amount of available chlorine in a solution of hypochlorite can 
be determined by acidifying a measured volume of the solution 
withccetic acid, in the presence of excess of potassium iodide, 
and determining the amount of iodine thus liberated with 
decinormal sodium thiosulphate solution as described under 
Bleaching Powder (p. 1 36). 

The Use of Chlorine as a Bleaching Agent. 

Chlorine, in the form of either lime or soda compound, 
should not be used for bleaching silk or woollen fabrics, the 
fibres of which are attacked by chlorine and rendered harsh 
iind brittle (see pp. 92 and 97). 

The use of chlorine should be restricted to the bleaching 
of linen and cotton, ire. cellulbse ; and even cellulose, it should 
be remembered, is by no means unaffected by the actioif of 
chlorine (see pp. 112 and 124). 

• . k is therefore necessary to exercise considerable care in 
using ahlorine as a bleaching agent. « The directions given 
below indicate the maxiihum strength of iolution \^ich ex- 

^ If chlorifts is passed into » warm solution of caustic soda, chlorate and 
chloride are obfainefl. • 

^^NaOH + 3CI2 -^NaClOg + sNaCl + 



BLEACHING BY CHLORINE 139 

perience has shown it is reas6nably safe to adopt, and the pre- 
cautions which should be taken to avoid damage to the fabpc. 
^ Preparation of « Solut^n of Chlorine for Bleaching , — 
A solution of chlorine used for bleaching textiles should xM 
contain moiie than about 0‘i 5-0*2 per cent, of “avaiJable 
chlorine 

• Since bleaching powder contains about a third of its own 
weight of available chlorine, a solution prepared by mixing 
6 f ms. of bleaching powder with l litre of water will contain 
about 2 gms. of available chlorine per litre, or 0*2 per cent, of 
‘^available chlorine 

The solution should be allowed to settle and the clear 
liquid only should be used. ^ 

If the fabric is immersed in the turbid solution over-bleach- 
ing may occur in places, also any insoluble calcium compounds 
present will tend to settle on the fabric, and form insoluble cal« 
cium soaps during the subsequent process of washing witl: 
soap and water (see p. 1 8). 

Sodium Hypochlorite Solution, — A solution of sodium hy 
pochlorite, containing about 0 2 per cent, of available chlorine 
can be prepared by mixing 6 gms. of bleaching powder witl 
600 c.c, water and adding to it 8 gms. of sodium carbonate 
(anhydrous) dissolved in 400 c,c. water. The mixture fhoulc 
be well stirred, allowed to settle and the clear liquid pourec 
off and used. • 

In working with large quantities it is often more convenien 
to n^easure in ounces and gallons. 

One gallon of water = 10 lb. 

Thereforb a solution obtained by mixing 6 lb. of bleacHinj 
powder with 100 gallons of water (i 000 lb.) will be of the sami 
strength as that described above, and will contain about o*: 
per cent, of “ available chlorine ”. 

One gallon of this solution will contain 0*06 lb. of bleachinj 
powder 

= 0*06 X 16 ozs. fileachin^ powder 
« 0*96 oz. bleaching powder 
== I oz. (approximately). 

Hence a solutior^ prepared by mixing i oz, of Ijleachini 
powder with i gallon of* water will* be of convenient strengt 
for bleaching purposes. 

The article to be bleached should be steeped in the b|pacli 
ing powder or hypochlorite *soluti on for a Ife^* minutes, an 
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then transferred, without rinsing, to a bath containing a 2*5 per 
cept. solution of glacial acetic acid. 

A solution of sulphuric acid containing not more than 0‘b 
per cent, of pure acid may be used (sp. gr. i *005), but the 
solution of acetic acid is in all cases to be j^referned, as under 
these conditions the bleaching is effected cfiiefly by the action 
of hypochlorous acid, and the only free acid left in the fabric is 
acetic acid. 

The reactions of bleaching powder with acetic acid can* be 
represented by the following equations : — 

Ca(OCl)Cl + 2CH3COOH -> (CHjCOOXCa + HOCl + HO 
HOCl HCl + O 

(CH,C00)2Ca + 2KCI 2CH3COOH + CaCIu. 

In the case of sulphuric acid, chlorine is liberated and any 
excess of sulphuric acid is left in the fabric. 

Ca(OCI)Cl + H.SO^ CaSO, + H^O + Cl^. 

Very complete rinsing is therefore necessary if sulphuric 
acid is used, and it is advisable to add a little alkali to the last 
rinsing but one, or to wash the fabric thoroughly with soap 
and water in order to ensure that no free acid is left injtj 
since however dilute the solution may be, the acid becomes 
concentrated on drying, with the result that the fabric is ten- 
dered. This is more particularly the case if the fabric is dried 
rapidly by ironing with a hot iron (see p. 107). 

By using acetic acid this difficulty is to a great extent 
obviated, as traces of this acid left in the fabric have little or no 
effQ:t on the fibres even on drying (see p. no). . 

If the colour is not completely removed by the action of 
the chlorine, the process may be repeated (see p. 16 1). 

Finally, the fabric should be rinsed thoroughly with water, 
to which a little ammonia may be added, washed with soap 
aTid water, again rinsed and dried. 

“Anti-chlors.” 

, Ii\ order to remove the last traces of chorine from fabrics 
which Ij^ave been treated with bleaching powder or hypo- 
chlorite solutions, chemical* reagents ^hich will react with the 
chlorine, and thus prevent its further action on the fibres, arc 
^ome^imes u^d. Such svbst&nces are termed anti<klors I* 
those most frfeguSntly employed being solutions of : — , 
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Sodium bisulphite (NaHSOg). 

Sodium thiosulphate (Na 2 S 203 ). 

Hiese react with thl 6 rine in the followi^ig manner : — 

(i) 2 NaHS 03 + CI 2 +H 20 -»Na,S 03 + 2 HCI + H^SO^ 
The acids formecWreact with the sodium sulphite liberating 
sulphur dioxide. ^ 

(ii) Na^SPg + 4 CI 2 + 5H20-^2NaHS04 + 8HC1. 

•The chlorine, it should be noted, is converted into hydro- 
chloric acid, and free sulphuric acid may also be formed with 
consequent risk to the fabric on drying. 

If the bleaching process is carried out in the manner de- 
scribed above, the introduction of ajy mineral acid is avoided ; 
the subsequent rinsing and washing in alkaline solutions may 
be relied on to remove the last traces of chlorine, and an 
“ anti-chlor ” is not required. 

• 

PEROXIDES: HYDR0GP:N PEROXIDE, SODIUM PEROXIDE. 

Hydrogen peroxide probably plays an important part in 
the bleaching which occurs on exposure to light and air 
Commercially, this substance is generally obtained in the 
form of an aqueous solution, prepared by the action aif sul- 
phuric acid on barium peroxide. 

BaO^ + HgSO, HgOj + BaS 04 . 

Hydrogen peroxide acts as an oxidising agent by parting 
with*one atom of oxygen, and becoming converted into water 
H2O2 H2O + 0 . 

It may, therefore, be represented as water plus one atom o 
avail able*oxygen, thus 

H20 . 0 . 

In dilute solution, hydrogen peroxide is moderately stablg 
but it is readily decomposed in the presence^f traces gf alkali 
and commercial preparations flsually -^^ontain a liffle fre< 
sulphuric acid, to prevent the solution from becoming alkalin( 
when stored in glass bottles. This should be bccne in mint 
in using the reagent for bleaching purposes (see p. I 46 ).» . • 

More concentrate^ solutions of hydrogen peroxide (e.g 
perhydjpl, see b^ow) are generally stored in bottles whid 
are coated pn the inside with paraffin wax. The solution i 
thus kept out of contact with the* glass, and the absonptioi 
of alka4i from the surface of the bottle is pr^^nted. Th 
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stsrength oif an aqueous solution of hydrogen peroxide is 
usfially given in terms of the volume of oxygen (measured 2lV 
N.T.P.), liberated from one volume of thd solution. * 

Thus in the case of a solution described as “10 volume'^ 
one j^olume of the solution should, on decomposing, give ten 
volumes of oxygen, measured at N.T.P. (s 4 e also p. 144). 

The strength of such a solution, in terms of grams' of 
hydrogen peroxide per 100 c.c., can readily be calculated in 
the following manner : — • 

ido C.C. of 10 vol. solution will give 1000 c.c. oxygen at N.T.P. 

I litre of hydrogen at N.T.P. == 0*0896 gm. 

I „ oxygen „ = 0*0896 x 16 gms. 

^ = I *43 gms. 

Hence 100 c.c. of 10 vol. solution yield 1*43 gms. oxygen. 

The equation 

2H2O2 2H2O+ O2 
2 X 34 2 X 16 

34 16 

17 8 

shows that 

8 parts of oxygen are obtained from 1 7 parts HgOg. 
.•.1-43 gms. „ „ „ ^ X 1-43 

. ■ = 3;o3 gms. HjOj. 

Hence 100 c.c. of 10 volume” hydrogen peroxide .solu- 
tion contain 3*03 gms. of HgOg. 

•Hydrogen peroxide is generally sold either as a 10, or as 
a 20 volume solution. 

More concentrated solutions, e.g. “100 volume” (about 
30 per cent.), sold as “perhydrol,” can also be obtained. 

Commercial preparations of hydrogen peroxide, however, 
become more unstable as the concentration increases. As 
even a V) volume solution is ^too concentrated for bleaching 
purposes, there is nothing to be gained by procuring solutions 
of greater concentration. 

» Pure hydrogen peroxide is relatively stable in concentrated 
solution^ but tends to decompose fn t}ie presence of small 
quantities of impurities, su( 5 h as are usually found in cpmmer- 
cial preparations. 
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Determination of the Amount of Hydrogen Peroxide or 
of ‘Available Oxygen*’ in a Solution of Hydrogen 
Peroxide. 

The amount of hydrogen peroxide, or of “ available 0x3^^ 
jen,” in a sohition of hydrogen peroxide, can be determined 

Dy several different methods : — 

• 

I. By^ Determining the Amount of Iodine Liberated from an 
Acidified Solution of Potassium Iodide. — Hydrogen peroxide, 
ike other oxidising agents, liberates iodine from an acidified 
jo^ution of potassium iodide, and if considerable excess of 
sulphuric acid is present, the reaction may be made use of 
quantitatively. 

H2O2 + 2HI 2H2O + I2 
34 2 X 127 

17 127 

The iodine thus liberated can be titrated with decinormal 
sodium thiosulphate solution, as described under “ bleaching 
powder” (see p. 137). 

The above equation shows that 

17 parts H2O2 liberate 1 27 parts iodine, 

ind since 

I c.c. N/io sodium thiosulphate = 0*0127 gm. iodin^, 

I c.c. N/io sodium thiosulphate = 0*0017 gm. HgOg. 
3 r, since 17 parts H2O2 give 8 parts ‘^available oxygen,” 

I C.C. of N/io thiosulphate = 0*0008 gm. “available 
DxygAi ”. 

If the strength of an approximately 10 volume solution of 
lydrogen peroxide is required, dilute the solution i in 5, and 
:o 10 c.c. (if the diluted solution* add ioc.c. of a 10 per cent, 
solution of potassium iodide and 30 c.c. of dilute sulphuric 
icid. After standing for a few minutes, titrate the liberated 

odine with decinormal thiosulphate (see p. 1 37). 

• 

II. By Measuring the Volume ff Oxygoei Liberated ofHi' reaU 
mg%with an Acidified Solution of Potassium Permanganate . — 
Hydrogen peroxide and potassium permanganate are both 

• 

* 10 c.c. of fo vol. HjOa = 0‘3 gm. 

Therefore ip * • ,, dilute 4 i in 5 = o*o6 gm. 

I c.c. N/io thiosulphate = 0 001 7 gm. H.,03. 

therefore o*o6 gm. thiosulphate 

• 31*2 c.c. 

Thus 10 c.cff of the diluted solution is a convenient quantity to york with. 
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oxidising agents, but when minted together in an acid solu-^ 
ti9n, the “available oxygen” present in the permangan^ 
combines with the available o:5jygen ” of the hydrogen prf-, 
^'^ide, with the formation of free oxygen, and the consequent 
reduction of both reacting substances. 

(KgO . 2MnO . 5O) + 5H2O . O^V 3H2SO4 
+ 2MnS04 + 8H2O + 5O2. „ 

This reaction can be employed for the quantitative deter- 
mination of the available oxygen in a solution of hydrogen 
peroxide. ^ 1 

A known volume of the solution is decomposed with ex- 
cess of permanganate in the presence of sulphuric acid, and the 
volume of oxygen liberated is measured. 

It will be seen from the above equation that half the volume 
of oxygen liberated comes from the hydrogen peroxide and 
the other half from the permanganate. 

Hence half the measured volume of oxygen gives the 
volume of oxygen obtained from the hydrogen peroxide, and 
one volume of a 10 volumB solution of hydrogen peroxide 
should, on decomposing with permanganate, give 20 volumes of 
oxygen (measured at N.T.P.). 

The determination of available oxygen by this method 
can be conveniently carried out in a Lunge nitvometef^ (For 
description and method of using the apparatus see p. 4^.) 

Fill the nitrometer with water and adjust (P) (see Fig. 4) 
so that the water nearly fills (A) when the level of the Jiquid 
in the two tubes is the same. 

Measure into the flask (D) a known volume of the hydrogen 
peroxide solution (see below) and add about 20 c.c. of dilute 
sulphuric acid. 

Fill the small tube (T) with a saturated solution of 
potassium permanganate and suspend in (D). Attach the 
flask (D) to the ..capillary (C) and proceed as described on 
page 54. ^ 

Since the nitrometer is graduated to measure only 50 
of gas, the ^quantity of hydrogen peroxide used must be so 
rf5gU(lated that the volume of gas liberalised does not exceed 
^ this an^ount. 

About 20-30 c.c. ga^ is the most convenient volume to 
work with. 

,If the “ available oxygen ’ in an approximately ip volumi 
Solution is cp be determined, i‘o c,c. of this solution 
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give 100C.C. available oxygen (N.T.P.), or i o c.c of this solutioif 
^^decomposing with potassium permanganate should give 
2C^ C.C. available oxygen (N.'P.P) (see p.'*i44). 

Ptence if the lo volume solution is diluted i in lo, and i6 
C.C. of the diltfted soUition decomposed with permanganate, fhe 
volume of gas evolveG> should be about 20 c.c., and this is there- 
fore *a suitable quantity to work with in the nitrometer. 

The quantity of potassium permanganate added must be in 
excels of that required to decompose the hydrogen peroxide^ 
If the solution becomes decolorised during the experiment 
th# quantity of permanganate added was insufficient and the 
experiment must be repeated, using more permanganate or 
decreasing the amount of peroxide. - 

III. By Determining the Amount of Potassium Permangan- 
ate Required io Decompose a^ Known Volume of the Solution , — 
Instead of measuring the volume of oxygen liberated on de- 
composing with potassium permanganate, the strength of 
dilute solutions of hydrogen peroxide may be determined by 
direct titration with a decinormal solution of potassium per- 
manganate in presence of sulphuric acid. 

H2O2 + O H2O + O2 
34** 16 

17 8 

(See also equation, p. 144.) 

• The above equation shows 8 parts of available oxygen 
from the permanganate will decompose 17 parts of hydrogen 
peroxide. 

A deciniormal solution of potassium permanganate contains 
0'8 gm. of available oxygen per litre. 

Therefore i c.c. N/io KMnO^ = 0’0008 gm. available 
oxygen. 

Or I c.c. N/io KMn04 *= 0*0017 gm. ^2^2- 
^ measured volume of the hydrogen peroxide solution is 
acidified with dilute sulphuric acid, and decinormal .potassium 
permanganate is run in from a burette, until a faint permanent 
pink colour due to a slight excess of permanganate is o]> 
tained. * ‘ ^ 

(The Strength of the hydrogen peroxide should be the 
same as that Jmployed in Method L, ^ee p. 143.) 


IO 
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Use of Hydrogen Peroxide as a Bleaching Agent, 

As a bleaching a^ent hydrogen peroxide is slow in acti^ 
and is chiefly used with wool Snd silHf, since these fabrics 
should not be bleached with chlorine (see p. 1 38). 

'For this purpose a 10 volume solution /)f the'peroxide may 
be diluted i in 10 (i.e. a solution obtained containing 0*3 per 
cent, of hydrogen peroxide, see p. 142). 

If hydrogen peroxide alone is used, the solution should be 
rt2ndered just alkaline with ammonia, since the peroxide*^ de- 
composes more readily in the presence of alkali, and at the 
same time any free acid in the solution is neutralised. * 

The articles to be bleached may be left in the diluted solu- 
tion for half an hour to' an hour, and should then be dried 
rather slowly, preferably by free exposure to light and air. 

If the bleaching is not satisfactory the process may be 
repeated. 

If the peroxide is used in conjunction with potassium per- 
manganate an acid solution is required (see p. 153). 

In this case any free mineral acid in the solution should 
first be neutralised by the addition of a slight excess of am- 
monia, and the solution then acidified with dilute acetic acid. 

Sodium Peroxide. 

Sodium peroxide (Na202) is prepared by heating sodium 
in a current of air or oxygen, and is sometimes used as a 
substitute for hydrogen peroxide, or as a source of thjs sub- 
stance. 

If sodium peroxide is mixed with a small quantity of water 
there is a brisk evolution of oxygen, and sodium hydroxide is 
formed. ' 

2Na202 + 2H2O 4NaOH + O2. 

‘ If added to a considerable bulk of water, the peroxide dis- 
solve^without rloticeable evolution of oxygen, and the solu- 
tion behaves as an ‘alkaline solution of hydrogen peroxide, 

NagOg + 2H2O = 2NaOH + HgOg 
78 . 34 

39 ‘17 

The oxidising action 'of sodium peroxWe is therefore es- 
sentially the same as that of hydrogen peroxide, and the sodium 
ponapound may be regarded as a convenient means of storing 
hydrogen peroxide in a compact form. 
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It is important to remember, however, that caustic soda 
is produced when sodium peroxide is treated with water, ai?d 
before such a solution* is used ‘for bleactBng fabrics it should 
first be made just acid with dilute acid, and then rendered 
faintly alkalint; with ammonia (see p. 146). 

Determination o]^%Available Oxygen in Sodium Peroxide , — 
The ‘amount of available oxygen in sodium peroxide may be 
determined by any of the methods described under hydrogen 
peroxide. 

The equation given on page 146 shows that 

39 parts of NagOg will yield 17 parts HgOg. 

Or, expressed in terms of “ available ox)^gen,” 

39 parts NajjO^ contain 8 parte of “ available oxygen 

Hence i c.c. of N/io sodium thiosulphate is equivalent 
to 0-0039 gm. NagOjj. 


6r I c.a of N/lo potassium permanganate is equivalent 
to 0-0039 gm. Na20.2. (See pp. 143 and 145.) 

Thus in making a determination, either by iodine and thio- 
sulphate (p. 143) or by titration with potassium permanganate 
(p. 145), a solution containing 3-4 gms. per litre of the 
sample can be conveniently employed. 

In using the nitrometer for the determination of this sub- 
stance, the following considerations should be borne in mind : — 

39 parts of pure Na202 should yield 8 parts (by weight] 
of oxygen. 

32 gms. oxygen occupy 22*4 litres at N.T.P. 

22-4 

.-. 39 gms. Na202 should yield litres oxygen 


(N.T.P.). 

Or, on decomposing with potassium permanganate, 

22-4 

39 gms. NagOg should yield x 2 litres oxygen. 

(Seep. 144.) ^ 

Or 0-039 gni- Na202 should yibld ii-2«r;c. oxygen. 

€)r 0*039 X 3 = 0*117 gm. NagOg should yield ii-2 x 3 


= 3^ cc. oxygen. 

Hence the weight of .Na202 used should not exce^ 
0’I0-0*I2 gm. 

The Uoe of Sodium Peroxide as a Bleaching Agent. — If ^ 
solution of sodium peroxide is used as a source of hydroger 
peroxide for bleaching, a solution Containing o«7 gm. ‘oi 
Na^Og per' litr^ ^ill furnish approximately the sfe^ amount 



t4S 


APPLIED CHEMISTRY 


<Jf available oxygen as the dilAe solution of nyorogen per-'" 
OKjde mentioned above. (See equation, p. 146.) The solution* 
should be treated as described cin p. 146. 

PERSALTS— SODIUM PERBORATE, r 

«■ 

The use of sodium perborate, NaBOg . ^HgO, as a bleaching 
agent for laundry work appears to be fairly genera^ and pre- 
parations sold as “ bleachers ” or “ stain removers ” often con- 
fain this substance (see p. 75). 

Sodium perborate can be prepared by treating a saturated 
solution of borax, containing an equivalent quantity of sodium 
hydroxide, with excess of hydrogen peroxide. The salt sepa- 
rates out as large transpA*ent crystals of NaBOg . 4H2O. 

Na2B407 + 2NaOH + 4H55O2 4NaB03 + 5H2O 

Sodium perborate. 

Perborates can also be obtained by the electrolysis of a 
concentrated solution of borates, and this method has been 
patented as a manufacturing process. 

In aqueous solution sodium perborate behaves like a 
mixture of hydrogen peroxide and borate. 

At ordinary room temperature the solution is fairly stable, 
but Oxygen is liberated by boiling, or by acidifying the solution. 

2 NaB 03 -5^ 2NaB02 + O 2 

aNaBOg + H2SO4 +* 2H2O N&2SO4 + 2H3BO3 + Og. 

The bleaching action of the perborate therefore depends, 
as in the ^ase of hydrogen peroxide, on the liberafion of 
available oxygen ”. 

2NaB03 . 4H2O -> 2NaB02 4 - O2 + SHgO 
^ ^ ^ * 

2 X 154 32 

77 8 

The equatioij shows that 77 parts of crystalline perborate 
yields parts of available o??ygen, and are therefore equivalent 
to 17 parts of hydrogen peroxide (see p. 142). 

• 

Quantitative Analysis of Sodium Perborate. 

The formula of sodium perbopte may be conveniently 
expressed as * . * 

2^NaB08. 4H2O or Na20. BgOg . O2. SHgO 

ax *154 \ ^2 70 32 

•154 ^ 31 35 
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The NagO and B2O3 mky be determined as described 
under borax (see p. 39), and 'he available oxygen by one^pf 
the methods described under hydrog(!n peroxide (see pp. 

143-145)- 

The formula shows that as regards its content of Na^O 
and B2O3, a deanon;^al solution of the perborate should con- 
tainp 1 5 *4 g’ms. per litre. 

Since, however, the substance is not very readily soluble in 
water to this extent, a solution containing 10 gms. per litre 
may be used, or if the titrations are carried out with twentieth 
normal solutions, a solution of half this concentration may be 
employed. 

As regards its oxidising action, since 15*4 parts 
NaB03.4H20 yield 1*6 parts available oxygen, or 77 parts 
NaBOj. 4H2O yield 0’8 parts available oxygen, a decinormal 
solution of the perborate should contain 77 gms. per litre of 
crystalline perborate. • 

It is important to remember, however, in making a deter- 
mination of available oxygen that the solution must be pre- 
pared in the cold, since oxygen is evolved on heating, and as 
the process of solution is slow under these conditions it is 
advisable to work with a more dilute solution of the perborate, 
i.e. about 5 gms. per litre (see also p. 1 50). * 

If the nitrometer is used, considerations similar to those 
given on page 147 show that the quantity of perborate used 
should not exceed 0*2 gm. 

Examination^ of Preparations Containing Sodium Per- 
borate (Perborin Products). 

Sodium perborate possesses the advantage that it can be 
incorporated with soap and washing powders, and several 
preparations of^^his kind containing soap, sodium carbonate, 
sodium silicate and sodium perborate are now on the market. 

These preparations are sold wholesale finder the il&me oi 
“ p«rborin products,” “ Perborin ” itself being sodium per- 
borate, and “Perborin M” a mixture of soap, alkali and 
sodium perborate, which can be used as a combined washing 
and bleaching agent. 

The general mAhod oT examining such preparations has 
already been ^escribed under soa^ powders, but in the case ol 
perborin products special attention should be jpaid to the<ie- 
tection and determination of the perljfcrate. 
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' The presence of perborate nlay be detected in the followin|^ 
n^nner : — | 

I. Examine for ihe Preseme of Boirate (see p. 35). — The 
‘jM-esence of fatty acids will not interfere with the tumeric 

test for borate, but precipitation tests with silver nitrate, etc., 
cannot be carried out in the presence of |oap (see p. 64). 

II. Examine for the Liberation of Available Oxygen.-^-To 

portions of the solution acidified with dilute sulphuric acid 
^dd : — * 

{a) A few drops of potassium iodide solution ; the liberation 
of iodine, as shown by the production of a blue colour on •the 
addition of starch paste, indicates the presence of available 
oxygen. i 

NaBO,. 0 + 2HI NaB02 + H^O + I^ 

Perborate. Metaborate. 

{b) A few drops of a dilute solution of potassium per- 
manganate. In the presence of* available oxygen the per- 
manganate will be decolorised and oxygen liberated. 

SNaBO^ . 0 + K2O . 2MnO . 5O + 3H2SO, 

->K2S04 + 2MnS04 + 3H2O + sNaBOg + $ 0 ^. 

The sodium metaborate thus produced will be converted 
into‘orthoboric acid by the excess of sulphuric acid. 

2NaB02 + H2SO4 + 2H2O Na2S04 + 2H3BO8. 

Determination of Sodium Perborate in Perbofin Products . — 
In the absence of other oxidising agents, a determination of 
available oxygen may be taken as a measure of the amount of 
perborate present in the preparation, on the basis that 0*8 gm. 
of available oxygen corresponds to 77 gms. of perborate. 

This is the most convenient method of determining the 
amount of perborate in preparations containing perborate and 
other alkaline substances, e.g. sodium carbonate, soap, etc. 

The available oxygen may be determined by direct titration 
with ^cinormal permangafiate ; the nitrometer should not be 
used if the mixture contains sodium carbonate owing t© the 
liberation*of carbon dioxide on acidifying. 

* 4 • Since the amount of perborate in such preparations is often 
relatively small and may vary considerably in quantity, difficulty 
is sometimes experienced in preparing a* solution ^f suitable 
strength for titration ; to obviate this the following method may 

employed : — • 

Fill a ^igTiing botVie about two thirds full of# the finely 
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powdered substance* and ^^igh. Add 50 c.c. of dilute sui- 
phuric acid to 200-300 c.c of distilled water in a large b^ker. 
Cz:refully shake a litUe of th powder iAto the acidified water, 
stir well with a glass rod, and run in decinormal permanganate 
from a burette until a faint permanent pink colour is obtained. 
If only a small voftyne of permanganate is required to reach 
this end point, shake in a little more of the powder, stir well, 
and repeat the process until the volume of permanganate added 
is not less than 9-10 c.c. 

Reweigh the bottle and its contents, and so obtain tfie 
weight of the substance used in the determination. 

The method of working is shown in the following ex- 
ample : — 

Example. 

A washing powder containing perborate gave the following 
results on analysis : — 

Weight^! weighing bcfttle and powder = 19763 gms. 

» >j )» }) >» >> 

after experiment = 17*629 gms. 

Weight of powder used = 2’I34 » 

Volume of decinormal permanganate used = 9*8 c.c. 

I c.c. of N/io KMnO^ = 0*ooo8 gm. available oxygen 

= 0*0077 „ NaBOg . 4H2O (see 

p. 149). 

Hence 

2*134 of powder contain 9*8 x O'OOl) gms. perborate. 

( 5 r 100 gms. of powder contain ^ x 100 

2*134 

= 3-57 

The powder contains 3 57 per cent, of perborate. 

Use of Sodium Perborate for Bleaching Purposes. 

In using s(fdium perborate as a bleaching agent in laundry 
work, acetic acid is usually addod to facijitate the lib§ration of 
tljp oxygen (see p. 1 48) ; this also render^ the substance more 
readily soluble. 

Since 77 parts NaBO;,. 4H2O are equivalent in oxijlising 
• * 

* Thes,e preparations v® usually sold in the form of a powder, but are 
sometimes mixed with^vater to*form a paste.* 

In tttfe latter case some of the substance should be transferred to a small 
beaker provided with a short glass rod, and the beaker, rod and contents weighed. 

Portions of the mixture can then be demched by means of the r^d and 
mixed with the acidified water. WHfen a suable volumi of 
been added thejbe^ker, rod and contents arereweighed. 
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power to 17 parts HgOg (see (p. 148), a solution of sodiiitBH 
perjjorate, equivalent in oxidis^ig or bleaching power to the 
diluie hydrogen perofiide solution (0*3 per cent.) described^on 
«p^ge 146, will be obtained by mixing 77 x = 13*5 gms. of 
peijaorate with 1000 c.c. of water, and adding;, dilute acetic 
acid until the solution is just acid. 

This solution may be used in the same manner as*. the 
hydrogen peroxide solution. 

< 

I^DTASSIUM PERMANGANATE (IN CONJUNCTION WITH OTHER 
REAGENTS). r 

Potassium permanganate is not usually regarded as a bleach- 
ing agent ; it may, however, as described originally by Hartley, 
be effectively employed zn conjunction with other reagents for 
the removal of stains. 

In acid solution potassium permanganate decomposes in 
the presence of oxidisable materia'i, the reaction being repre- 
sented thus ; — 

KjO . 2MnO . 5O + 3H2SO4 -> K2SO4 + 2MnS04 + 5O. 

Such a solution is frequently used as an oxidising a'gentj 
but i?> unsuitable for bleaching purposes^ owing to the presence 
of free sulphuric acid. 

In neutral solution' potassium permanganate reacts with 
oxidisable matter, the reaction being represented thus : — 

K2O . 2Mn02 . 3O + H2O -> 2KOH + 2Mn02 + 3O. ' 

KgMngOg ' 

Such a solution may conveniently be used for bleaching 
purposes, if the manganese dioxide, which is formed during the 
reaction and deposited on the fabric in a hydrated form, is 
afterwards removed by some suitable reagent 

The reagents which may be used for this purpose are dilute 
solution^ of the following : — 

Sulphurous acid ; Hydrogen peroxide, acidified with actftic 
acid ; Oxahe acid containing a little acetic acid. 

’ * The reactions of these substance^ with‘managanese dioxide 
can be represented by the following equations : — 

Sulphwous Acid. 

MnO . O + H2SO3 MnO + H2SO4 MnS04 + H^O 
^ » 

MnOo ‘ Manganese s^ilphate 

^ ^ Bfownr (colourlesf ii; dilute solution)^ 
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Hydrogen Peroxide and j^etic Acid. 

MnO . 0 + H20 . 0 + 2CMCOOH -> MnO + 2CH,CQDH 
+ Oj .+ HjO 4 (CH,COO)2Mn + Oj + fiifi 

Manganese acetate 
(colourless in dilute solution). 

Oxalic Add and Acetic Add. 

MnO.l 0 f+'COO|HI + 2CH,COOH 

“ 1 I 

coo|hi 

->MnO + aCHjCOOH + H2O + 2CO, 

-»(CH 3 COO) 2 Mn + 2H2O + 2CO2. 

Manganese acetate. 

Of these substances, sulphurou'i acid is the most rapid in 
action, and it may be satisfactorily employed for cotton and 
linen fabrics. It should, however, be borne in mind that any 
excess of sulphurous acid left in the fabric is liable to become 
oxidised b/ the air to sufphuric acid, and it is necessary to 
wash the material thoroughly after such treatment (see p. 107). 

For the same reason, it is not advisable to use sulphurous 
acid in the case of wool or silk, but a dilute solution of hydro- 
gen peroxide acidified with acetic acid should be substituted. 

A dilute solution of oxalic acid containing a little acetic 
acid may also be used, but is slow in action, and difficulty 
may be experienced in removing the last traces of manganese 
dioxide with this reagent. • 

Method of Bleaching with Potassium Permanganate 
followed by (a) Sulphurous Acid, (b) Hydrogen Per- 
oxide and Acetic Acid. 

(a) Si^phurous Acid (Cotton and Linen). — Bleaching by 
this method may be carried out in the following manner: — 
Steep the fabric in a solution containing i part of solid 
potassium perfianganate in 160 of water (or i oz. per gallon) 
for a few minutes, until a definite brown cotour has been pro- 
duced. Wash thoroughly with water, lajid whilst still wet, 
pl 9 ce the brown fabric in a solution of sulphurous acid con-r* 
taining 2-3 per cent, of sulphur dioxide (see p. 1^6). Leave 
the fabric in the solution uptil the brown colour has disappeared. 
Wash thoroughly in watQr, and if the colour has not bffen com- 
pletely femoved, repeat the process (see p. 16 1). Finally, 
wash with soap and water, and r,Jnse in the usual manner. 

{h) Hydrogen Peroxide (Silk ani Wool). — \\^ool an(> silk* 
take up* perpanganate more rea(i^ than Imeti and cotton, 
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apnd the permanganate solution Cased in (a) may with advant^ 
age^be diluted with an equal y^lume of water, for use with 
wool or silk. 

* * Proceed as described in (a), but substitute for the sulphur- 
ous acid solution a dilute solution of hydrogen peroxide acidi- 
fied with acetic acid, and prepared as descj^ibed on p. 146. 

If the above directions are carefully carried out, this method 
will be found a very useful one in laundry practice. * It is not 
quite so easy to apply as a chlorine process, but the risV: of 
aamaging the fabrics is much less. 

It may be noted that the action of the permanganate is a 
selective one, and an organic stain, particularly on linen or 
cotton, becomes brown sqpic time before the rest of the fabric 
is much coloured. On removing the fabric from the solution, 
it will be observed that the region of the stain is much darker 
in colour than the surrounding fabric. 

If no such selective action is* observed, there has, in all 
probability, been no reaction between the colouring matter and 
the permanganate, and the stain is therefore one that cannot 
be satisfactorily dealt with by this method. 

Bleaching by Reduction. 

As a rule, bleaching by reduction is less permanent than 
that brought about by oxidation, since the colour is liable to 
return to some extent on exposure to light and giir, and often 
returns when the bleached material is treated with soap or 
alkali. The action of light is to favour the absorption of* 
oxygen from the air, and to restore the reduced compound to 
its original condition. 

The most important reducing agents used for^ bleaching, 
are the following : — 

Sulphur dioxide, or sulphurous acid, sodium metabisulphite, 
sodium hydrosulphite (sodium hyposulphite), titanous chloride 
(“stripping salts*’), stannous^ chloride. 

SULPHUR DIOXIDE AND SULPHUROUS ACID. 

Bleachffig may be effected either by gaseous sulphur di- 
(t»icfe or by an aqueous solution of the* gas. In either case 
the bleSLching action is dqe to the onidartior^ of sulphur dioxide 
to sulphuric acid, in the presence of water, the hydrogen, which 
is liberated in the nascent condition, reacting wilh the colour- 
ing*matter fo fi^ra a colourless# substance. 

• SO2 + 2K0 H,S 04 + H,.. . 
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If gaseous sulphur dioxide is to be used as the bleaeho. 
ing agent, the moistened fabric is exposed to the fumai^ of 
burning sulphur. 

S + O, SOg. 

The reagent is more usually employed in the form of an 
aqueous solution ; ^uch a solution may be prepared by acidi- 
fying a sulphite with sulphuric acid, or by passing sulphur 
dioxide^ into water until a saturated solution is obtained. 

• This latter method is more satisfactory from the pointy of 
view of bleaching, since, with a freshly prepared solution, the 
presence of any free acid, other than sulphurous acid, is 
avoided. The amount of sulphur dioxide present in such a 
solution can readily be determined^ by direct experiment. 

Determination of Sulphur Dioxide. 

If excess of iodine is |idded to a dilute solution of sulphur 
dioxide, the following reaction takes place : — 

SO2 + I2 + 2ap-^2HI + H2SO4. 

This reaction can be utilised for the quantitative deter- 
mination of sulphur dioxide. It is, however, important to 
remember that the above reaction is of the nature of a rever- 
sible reaction^ and does not take place quantitatively^ unless 
the solutions are sufficiently dilute. 

In concentrated solution, sulphuric acid and hydriodic acid 
mutually decompose one another, the reaction going in the 
revise direction, thus : — 

2HI + + H2SO3 + H2O. 

If fhe strength of a saturated solution of sulphur dioxide 
is requii^d, the solution should be diluted i part in 10, and 
the determination may then be made in the following 
manner : — 

Carefully ideliver 10 c.c. of the dilute sulphurous acid solu- 
tion into 25 c.c. of decinorma^ iodine, keefping the end of the 
pipette just below the surface of th^>iodine solution, thus 
avoiding any loss of sulphur dioxide on mixing. 

Should the iodine become decolorised durirf^ this opera- 
tion, the experimeiht should be repeated, using 50 c.c. 6f<feci- 
normal iodine, qr a* portion of tlje sulphurous acifl solution^ 
may be diluted to a known volume with water, and 10 c.c. of 
diluted solution used for the determination. 


For this purpose a siphon of liquid j^lphur dioxide ii» convenient. 
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. ^ DeterAiine the amount of iodne present in the solution by^ 
titK-^tion with decinormal thiosuljvhate (see p. 137). 

Tne difference betA^een the amount of iodine added, aao 
that left in the solution, gives a measure of the sulphur di- 
oxide present. 

From the equation — 

H.SOg + I2 + H2O H2SO4 + 2HI 
HgO . SO2 

, 64 2 X 127 

32 127 

it is seen that 32 parts of SO2 react with 127 iodine, and 
since i c.c. of N/io thiosulphate - 0*0127 gm. iodine, there- 
fore I c.c. „ \\ = 0*0032 „ SO2. 

Hence for each c.c. of decinormal iodine used up, 0*0032 
gm. SO2 was present. 

Example . — A solution of sulphurous acid was diluted l in 10. 

Ten c.c. of the diluted solution were added to 25 c.c. of 
iodine solution (N/io approx.) and the excess of iodine was 
found to be equivalent to 10*3 c.c. of N/io sodium thio- 
sulphate solution (Factor = l 02). 

Twenty-five c.c. of the iodine solution were found- by 
experiment to be equivalent to 24*8 c.c. of N/io thiosulphate 
(Factor = i 02). 

The sulphur dioxide ^present in lo c.c. of diluted solution 
is thus equivalent to (24*8 - 10*3) x I ’02 c.c. N/lo thiosulphate 
== 14*5 X 1*02 C.C. „ 

= 14*5 X 1*02 X 0*0032 gms. SOg. 

Therefore 100 c.c. of the diluted solution 

= 14*5 X 1*02 X 0*032 gm. SO2 
- 0*473 of SO2. 

Or, 100 c.c. of the original solution contain 4*73 gmsofS02. 


The Use* of Stilphurous Ijicid as a -Bleaching Agent 

For bleaching purposes a solution containing from 2-3 per 
cent, of sulphur dioxide may be used. 

, already indicated (see p. 155) such, a solution is best 
prepared by passing sulphur dioxide gas into water; it is 
obvious, however, that in this case it is difHcult to determine, 
except by experiment, the amount of sulphur diox;ide present, 
if should^also be noted that the solution is unstable and 
Will lose sulphur dioxide o\ keeping. 


% K 
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If water is saturated withlthe gas at room tempe/ature amj 
used immediately, it may beidiluted with an equal volump^f 
water for bleaching purposes ; this as a rule gives a sofifdon 
of about the required strength. * • 

If convenient means of generating sulphur dioxide ^gas 
are not available, a^ solution of sulphurous acid for bleaching 
may be prepared by dissolving lOO gms. of sodium sulphite 
(NajjSOs*. 7H2O) in a litre of water to which 20 c.c. of concen- 
trated sulphuric acid have been added ; * but in this case special 
care must be taken to rinse the fabric thoroughly before drj^- 

ing (see p. 107). . 

Sulphurous acid is most effective when used in conjunction 
with potassium permanganate (see p. 153). 


SODIUM METABISULPHITK AND SODIUM HYPOSULPHITE. 

These .-substances are occasionally used in laundry work 
for the removal of stains, \>ut their use is chiefly confined to 
the “stripping” or bleaching of articles which are to be sub- 
sequently dyed. xt 

Sodium Metabisulphite or Sodium Disulphite, NaaSaOs, 
is obtained by supersaturating a solution of caustic soda with 
sulphur dioxide, 

2NaOH + 2SO2 Na^SgOs + Hfi, 

NagSO^. SO2 

It decomposes gradually in the air, taking up oxygen and 
• giving off sulphur dioxide, 

SNa^S^Oj + Oj 2 Na 2 S 04 + 250,. 

Its bleaching action is similar to that of sulphur dioxide. 

Sodium Hyposulphite or Hydrosulphite (Na 2 S 204 ). 

This comj^ound should be carefully distinguished from 
sodium thiosulphate, which is sometimes incorrectly 

described as sodium hyposulphite. The*l^iosulphate?^gives off 


»Na2S03.7Hg0 + H2S04 


252 

126 


98 

49 


► Na 2 S 04 + SHgO + SOg 

04 

32 


100 = i^6 

ThuBWOo gmB. of Na,SO,.7HjO require 38-8 gms. HjSOj and yield 26 
gma-ofSO,. , , 

Sinqe Bp. gr. H,SO. = i-8, 38-« gms- 'J ^ = *^'5 c-c! Excess acitf 


32 


X 100 = J6*o 


ibouM be*avoidfd ^80 20 c.c. may be added^ 
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r-^'iylphur di'OKide on treating with|Ein acid, but is not by itself a<< 
blabbing agent, 

Na^S^Og + 2HtC\ - 2NaCl + H,Q + SO, + S. 

^inc dissolves in sulphurous acid without the^ evolution of 
hydrogen, and it may be shown that the ♦following reaction 
takes place : — 

2H2SO3 + Zn = ZnS204 + 2H2O. 

Zinc hyposulphite. 

’ If a Strong solution of sodium acid sulphite is shaken with 
zinc, and sulphur dioxide passed into the mixture, the corre- 
sponding sodium salt is obtained, thus : — 

2 NaHS 03 + SO 2 + Zfi Na 2 S 204 + ZnSOg + HgO. 

Sodium hyposulphite. 

The zinc may be removed by the addition of excess of 
lime, and the sodium salt crystallised from the solution as 
Na2S204 . 2H2O. '' 

The hyposulphites are strong reducing agents ; both in the 
solid state, when moist, and in aqueous solution they rapidly 
absorb oxygen, and become converted into metabisulphites, 
which are further decomposed as shown on page 157. 

2Na2S204 + Oo -» 2Na2S205. 

Hyposulphite, Metabisulphite. 

The hydrated salt Na2S204.2H20 is unstable, but on 
boiling with alcohol the water of crystallisation is removed, and 
the anhydrous salt (Na2S204), which is moderately stable, is 
obtained. This salt is sold under the name “ Hydrosulphite,” ' 
and the preparation usually contains about 90 pe,r cent, of the 
hyposulphite. 

Other preparations sold under such names as “ Rangalite 
and Hydraldite contain hyposulphite combined with formal- 
dehyde. They are stable under ordinary conditions, but are 
decomposed by steam and the hyposulphite liberated. 

For Reaching purposes a i per cent, solution of the hypo- 
sulphite may be employed, and is sometimes used in laundry 
practice for bleaching fabrics which have been over-blued with 
. methylene blue (see p. 167), this colour being difficult to remove 
by 6ther^ methods. 

STANNOUS CHLORIDE AND TITANOUS CHLORIDiS. 

o. These substances, like ^the sqlphur compounds just dealt 
with, are chie^ Employed \pr the removal of colouring matter 
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4 om fabrics previous to dyein and are only occasionally used 
in laundry practice. • 

* ^Titanous chloride j^TiCIg) is sold in the form of a con^jn- 
trated solution under the name of stripping salts!' though ^ 
some preparations thus described contain chiefly stanngus 
chloride (SnCl2) which is less powerful in its action? 

Jn the case of tftanous chloride a yellow stain may be 
formed o/i the fabric, and in order to prevent this, hydrochloric 
acidtis usually added to the stripping solution, or to the first 
rinsing water. 

• “Stripping salts” and stannous chloride require careful 
handling if damage to the fabric is to be avoided, and should 
only be used when less drastic methods have been tried and 
failed. ' 

NOTES ON THE REMOVAL OF STAINS FROM TEXTILE 
FABRICS. 

It is extremely difficult to give any precise directions for 
the treatment of the various stains likely to be met with in the 
ordinary course of laundry work, since the method to be em- 
ployed depends, not only on the nature of the stain, but also 
on the nature and colour of the fabric on which the stain occurs. 

Each stain really requires to be dealt with individually, 
but some of the more important factors which should be taken 
into consideration in dealing with stains on textile fabrics may 
be briefly discussed here. This will also serve to indicate the 
general lines on which a suitable choice of method may be 
made, and the precautions which it is necessary to take in 
order to avoid injury to the fabric or to its colour. 

Naturemof the Stain . — Any colouring matter deposited'l^n 
a fabric, other than that intentionally added as dye, may be re- 
garded as a stain. Hence the stains met with on fabrics are 
extremely vari^ in character. Some of the more frequently 
occurring stains and the reagenta which may‘’be employed for 
their removal are dealt with later (see p. 1O2). 

Nature of the Fabric . — As already indicated (see Textile 
Fibres) vegetable fibres (cotton, linen) are not so injuriously 
affected by the use of bleaching agents as animal fibres (wobl, 
silk) ; linen, it should 15 e remembered^ is more readily attacked 
by oxidi^ng agents than cotton (see p. 1 24) . 

Solutfiin^ containing mineral •acids should not be used for 
wool and silk, and if used for cotton and lipen^ special iare 
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'liquid, taken to ensure the cctaplete removal or neutralisa^ 
the acid before drying the fabric (see p. 107). 
an acid bath ii necessary, acetic ^icid should be used 
wjiere possible. Chlorine bleach should not be used for wool 
or 'Silk. Other oxidising agents, e.g. hydrogen peroxide, 
sodium perforate, etc., may be used for these fabrics, or potas- 
sium permanganate, followed by hydrogen peroxide (see p. | f;3), 
may also be employed. 

Colour of the Fabric f — In the case of coloured articles, if 
a^ sample of the material is available for the purpose, a trial 
experiment should be made with the bleaching agent to ^De 
employed, in order to see if the colour of fabric is injured by 
such treatment. 

It is important to bear in mind that animal fibres (wool 
and silk) dye more readily than vegetable fibres, and that dyes 
are as a rule faster on wool and silk than on linen and cotton. 
Hence reagents which will remove' stains from wloured wool 
and silk without injury to the colour, may completely destroy 
the colour of cotton goods, e.g. dilute potassium permanganate 
followed by hydrogen peroxide has usually little o** no^effect 
on coloured wool and silk fabrics, whereas coloured cotton 
goods are often completely bleached by the action of these 
reagCiits. 

General Method of Procedure. . 

Preliminary Treatment . — In the case of “ washing fabrics,” 
the stain should be dealt with before washing with soap and 
water in the usual manner, as this process may in some cases tend 
to fix the colour on the fabric. Cotton goods which are heavily 
dressed with starch, etc., should be treated with * lukewarm 
water to remove as much of the dressing as possible before 
applying the bleaching agent. (The starch may also be re- 
moved by treating with dilute malt extract, see Vol. II.) 

In o'»ses where they are a. all likely to be effective, simple 
remedies should bd tried first, before resorting to the use of a 
bleaching agent ; e.g. tea stains, fruit juice stains, etc., especially 
if^ fresh, can often be removed by sponging with lukewarm 
water qr water containing a little borax. 

K, 

*f^tolour of the Fabric. — These remarks are based chiefly on observation 
.^ade on coloured fabrics obtained before the war. At the present time man;V« 

the dyes are m^re fugitive than formerly, and coloured fabrics need to be handpit 
^ith great cautiot.. ^fhis state o( affairs is, however, probably only ‘tempor^* 
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If the article is such that it cannot subsequently Be waslpl*^ 
as a whole with soap and water, it is advisable to use soft w;*fer, 
as {t is less likely to leave a mark on drying. • 

The Use of Bleaching Agents . — Methods of preparing soki- 
tions of the various bleaching agents of suitable concentration 
for laundry work, ajid the precautions to be taken in using 
such solutions have already been dealt with individually (see 
pp. 138-158). 

?'he following general observations will serve to emphasise 
some of the more important points. 

Prolonged steeping in the bleaching solutions is to be 
}y'; oided, except in the case of dilute solutions of hydrogen 
K^lrroxide (see p. 146). ^ 

After steeping for a few minutes in the bleaching solutions 
the fabric should be thoroughly rinsed with water. The treat- 
ment with the bleaching agent may then be repeated, two or 
three times*'^ necessary, •rinsing with water between each 
treatment, until the stain is removed. 

In this manner stains can be more rapidly and effectively 
renicwed than by prolonged treatment with the bleaching 
solution, and the risk of damage to the fabric is considerably 
less. 

Finally, the article should be washed with soap and v'ater, 
again rinsed, and dried. 

Bleaching agents will sometimes remove most of colouring 
matter of a stain, leaving a slight colour or mark which does 
.not yield to further treatment with the bleaching solution. 
These marks will, in many cases, be found to disappear com- 
pletely during 'the subsequent washing with soap and water. 

Hence if a stain is found to be only partially removed aikcr 
several treatments with a bleaching agent, it is advisable to 
try washing with soap and water before resorting to an alterna- 
tive method of4)leaching. 

Though it is impossible to predict exactl)P the effect which 
a bleaching agent will have on any particular colour of fabric, 
solutions of bleaching agents, if prepared and used with all • 
necessary precautions, in the manner described ift the fore- 
going pages, may as a general rule be emplpyed under 'tke 
following conditions ^ 

Bleaching agents which may be used for ; — 
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White. Coloured.^ 

Cotton and Linen. 

f^ll. Hydrogen peroxide or 

sodium perborate. 
Acids, e.g. oxalic, citric, 
etl, for iron stains.^ 


Silk and Wool. 


Hydrogen peroxide, 
perborate, etc. 

Potassium permangan- 
ate followed by 
hydrogen peroxide 
and acetic acid. 


Hydrogen peroxide, 
perborate, etc. 
Usually potassium per- 
manganate fol- 
lowed by hydrogen 
peroxide and acetic 
acid — colour 
. should, if-^possible, 
be tested. 


COMMON STAINS. 

Vegetable and Fruit Juice Stains are often removabi 
by ivater, or water containing a little borax or ammonis 
If these fail, a dilute solution of an oxidising agent may b 
tried. The oxidising ^gent should be selected with referenc 
to the nature and colour of the fabric (see above^ 

Tea, Coffee, Cocoa, etc. — Proceed as above. Ii] som 
cases, especially if milk is present, a greasy mark may be left 
this can usually be removed by washing with soap and watei 
qr one of the methods described under Dry-cleaning may b 
employed (see p. 175). * ‘ 

Iron Stains usually occur in the form of ferric oxide c 
iron mould,*’ and may be produced by the presence of iro 
in the water, or ip parts of the machinery with which the fabric 
come i© contact, and also bf the decomposition of unsuitabl 
laundry blues, i.e.i^lues containing Prussian blue (see p. 166] 
Inks ^Iso usually contain iron salts (see p. 163), an 
jroe mould may be produced by the partial decomposition < 
tfcese (jpmpounds during the process of washing. Iron moul 
is usually removed by treatment w^th^an 'acid, the iron bein 
thereby converted into a soluble salt. Solutions* of oxal: 

* See note, p. 160. 



COMMON STAINS 


163 

licid, potassium acid oxalate (salts of sorrel or salts oi lemony f); 
citric acid (or lemon juice), are most generally used fyr this 
purpose. • 

Since the iron is already in a fully oxidised condition; ft 
is useless to try oxidising agents, but reducing agents, by Con- 
verting the iron to |he ferrous condition, will often facilitate 
its •removal by an acid. 

A solution of oxalic acid (up to 10 per cent.), containing a 
littte sulphurous acid, generally gives satisfactory results. Tj^e 
action is rather slow, but may be hastened by warming. 

Ink Stains. — Writing Inks vary considerably in character, 
but mostly contain iron salts of gallo-tannic acid, with or 
without added colouring matter an<j gum. 

The various methods advocated for the removal of ink 
stains depend either on : (i) dissolving out the iron compound 
with a suitable acid (as described under Iron Stains) ; or (2) 
on the use oT a bleaching agent. For this purpose, potas- 
sium permanganate, followed either by sulphurous acid or 
hydrogen peroxide, may be conveniently employed. 

Method (2) is more rapid in its action, and generally more 
satisfactory than method (i) ; it cannot, however, be employed 
for coloured cotton materials (see p. 160). 

Red Inks were at one time prepared from a decoctiOn of 
Brazil wood, or sometimes from cochineal (see “Colouring 
Matters in Foods,” Vol. II.), but thesfe colouring matters have 
now been almost entirely displaced by preparations of aniline 
dyes,*e,g. eosin and Congo-red, and the stains produced by 
such inks are often extremely difficult to remove. 

Eosin marks, if quite fresh, can sometimes be removed 
by treating with ammonia, or a saturated solution of bcJfflBc. 
Failing this, a reducing agent, e.g. sulphurous acid or sodium 
hydrosulphite, may be tried, since in some forms the colouring 
matter can boireduced by this means to a colourless leuco- 
compound. • • 

Congo-red can be distinguished from' cither reds ty treat- 
ment with dilute acids which changes the colour from red to 
blue. • 

Treatment with reducing agents (hydrosulphite) will somfi- 
times remove the jtain, bjpt the colqur is often only partially 
removed*# 

* Potassium acid oxalate, KHCn04, anH potassium quadroxalate, 
KHCgO^.HjCjjO^.aHjO, 
ire sold as salts qf lemon or salts of sorrel.^ • 
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Marking Inks . — Marking in^^s may be divided into two* 
classes: {a) those which require the application of heat to 
•bring up the colour; ( 3 ) those which do. not require heatiRg. 

' Inks belonging to class {a) are usually solutions of an 
easily reducible silver compound, e.g. ammoniacalr silver nitrate 
or tartrate, with a little added colouring ryatter. On heating, 
the silver compound is reduced, and fixed upon the fabric as 
a dark insoluble deposit. 

^ Stains produced by such inks may be removed by paint- 
ing the stain with a solution of iodine (in potassium iodide), 
the silver is thereby converted into silver iodide, and the 
iodide and excess of iodine can then be removed by treatment 
with a solution of sodiu^n thiosulphate. The reactions in- 
volved are as follows : — 

2AgI + 3Na2S203 Ag2S203 . 2Na2S203 + 2NaI 

(Soluble double salt). 

I2 + 2Na2S203 2Na‘I + Na2S40;.'^" 

Several treatments may be necessary for the complete re- 
moval of the stain, and sometimes a faint yellowish mark i^ 
left ; this mark can usually be removed by painting with a 
dilute solution of potassium cyanide. 

Ifi» preferred, potassium cyanide * may be used instead of 
iodine ; the silver is converted to silver cyanide, which is after- 
wards removed by thiosplphate. 

2AgCN + + 2NaCN. 

Inks belonging to class {d) are usually preparatiohs of * 
aniline dyes, e.g. aniline black, obtained by the oxidation of 
aniline. Stains produced by these inks cannot Se removed by 
th^above method, but are sometimes removable by,treatment 
with potassium permanganate followed by sulphurous acid or 
hydrogen peroxide. 

Scorch Marks are produced by the surface of the material 
becoming overheated during Abe process of drying or ironing. 
Such marks are frequently dealt with as stains. It should be 
remembered, however, that scorching implies the burning or 
charging of* some of the surface fibres of the material, and that 
the renioval of *scorch marks entails the removal of the par- 
tially destroyed surface fibres, and »ot*3iny3ly the removal of 
colouring matter. 

« 

Owing tQ the poisonous nature of •this substance, great care must be ex- 
ercised m Its us^ 
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If somewhat extensive charring of the fibres /las taken 
place, it is impossible to remove the burnt or damaged fibres 
•without causing further injury to the faUric ; but if the cHafring 
has only been slight, and is entirely confined to the surf^ioe 
fibres, the mark will sometimes yield to suitable treatn^ent, 
e.g. washing with soap and water and gently rubbing. This 
is «iore particularly* the case with white linen or cotton goods, 
which may be safely boiled with soap and water for some time 
without risk of injury to the fabric. 

Oxidising agents, e.g. hydrogen peroxide, perborate, etc., 
a^e sometimes added to the soap and water, though it appears 
doubtful whether their addition facilitates the removal of the 
damaged fibres to any marked extent. 

Grease Marks, Paint, etc. — Tliese marks are usually re- 
moved by one or other of the solvents used for “ dry-cleaning,’’ 
and are therefore dealt with in that section (see p. 175). 

Blue MieiPks. — Whit* goods which have been washed 
several times in soap and water tend to become slightly 
yellowish in colour ; to counteract this effect, and restore the 
original white appearance, such articles are usually rinsed in 
water containing some form of blue colouring matter. 

If too much colouring matter is added the articles become 
stained with blue, or over-blued, and it then becomes necessary 
to remove the excess of colouring matter. 

The method to be employed depends on the nature of the 
“ blue ” used, and a brief description of colouring matters most 
commonly used in laundry “ blues ” may be given here. 

LAUNDRY BLUES. 

The principal colouring matters used for this purpose are 
the following : — 

Ultamarin£, indigo or indigotin, Prussian or Berlin blue, 
liquid or soluble blues. ^ 

Ultramarine or Lapis lazuli is an inorganic •colouring 
matter composed of a double silicate *of aluminium an<J 
sodium combined with sulphur. , 

The exact constitution of the compound has not ye^ Ijeen 
determined, but it jan be prepared artificially hyk heating 
together clay, sodium sdlphate, chSircoal and sulphur. It is * 
possible to obtain white and green' ultramarine as well as the 
blue variety, and a compound v^ry similar to ultramarin^ bui 
containing cobalt, is .sometimes sold as Chimse^lue, 
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Ultraii^jarine is not soluble ih water, but if finely groundr 
suspends well in water, and articles steeped in this suspension 
,beconte evenly coated ‘with blue. . * ^ 

• , Ultramarine is readily decomposed by dilute acids, gelat- 
inotts silica and finely divided sulphur being d€‘posited and 
sulphuretted hydrogen evolved. 

Hence, if the material has become staitfed with ultramarine, 
the excess of colouring matter can be removed by treating 
with a dilute solution of acid, preferably acetic acid. i 
* Indigo or Indigotin^ a dye formerly obtained from the 
juices of certain plants {IndigofercB\ now prepared artifici- 
ally from naphthalene. 

Its constitution may be^ represented thus : — 


NH 

c.h/ \c 




NH 

C<; >C.H, 


Indigo. 


Indigo is insoluble, but can be suspended in water in the, 
same way as ultramarine, and for laundry purposes it is gener- 
ally used in this form. 

On reduction indigo takes up two atoms of hydrogen, 
forming a colourless leuco-body, indigo-white. In alkaline 
solutions this substance is rapidly reconverted into indigo by 
atmospheric oxidation. , 

This reaction is made use of in dyeing with indigo, since 
owing to its insolubility in water it cannot be used directly in 
the dye bath. 

The dye is first reduced by ,hydrosulphite '(see p. 1 57), 
an^the fabric then soaked in an alkaline solution of the 
reduced dye ; on exposure to the air indigo is formed'and 'fixed 
on the fibres. For this reason indigo is sometimes described 
as a ‘^'developed dye ” or a “ vaUdye^\ 

Indigo-carmine^— -Indxgo dissolves in fuming sulphuric acid 
forming •indigo-sulphonic, or * sulphindigotic acid, which is 
soluble in water, the sodium salt of this acid being sold as 
indigo-carmine. This substance may be used instead of indigo, 
bul; the colours obtained are more fugitive. 

Indigo stains can be removed by treatment with a reducing 
agent, e.g. sulphurous acid*or sodium hydroslilphite, the indigo 
being thereby reduced to indigo-white, 
c ^ Prussian or Berlin Blue {Ferric ferrocyanide) is sometimes 
used in laundry blues, but is most unsuitable for this purpose 
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5fnce it is decomposed bv alkalis with the formatioj^ of ferric 
hydroxide. 

• re/"(Fe(CN ),)3 + > 2 NaOH -> 4Fe(0^), + 3 Na,Fe((?N),. 

Prussian blue. « 

Thus* ^btics treated with Prussian blue are liable to *de- 
velop iron stains, particularly if, owing to insufficient rinsing, 
they contain soap or soda when “ blued 

Iron stains produced by the decomposition of Prussian blue 
shohld be treated in the manner already described (see p, 
162). 

Prussian blue is insoluble in water, but like ultramarine 
and indigo it will suspend in water if finely ground. 

Liquid or Soluble Blues. — Blue# colouring matters which 
are soluble in water and used in the form of an aqueous -solu- 
tion are sold as “ liquid or soluble blues. These preparations 
have the a^yantage over the insoluble colouring matters dealt 
with above, iT^that they give a more even colouring to the 
fabric. 

Liquid blues may contain indigo-carmine (see p. 166), 
but more frequently are solutions of aniline dyes, e.g. methyl- 
ene blue, and in the event of over-blueing with such solutions 
considerable difficulty may be experienced in remo'di^ the 
excess of colour. Reducing agents should be tried (^see p. 

158). 

Some of these blues also have fhe further disadvantage 
that an acid bath is necessary to set the colour on the fabric, 
with*the consequent possibility of damage to the fibres on 
drying. 



Chapter VL 
DRY-CLEANING. 

f 

Dry-cleaning is a term used to describe the process of 
cleaning fabrics with certain organic liquids which act as 
solvents of grease. 

A considerable amount of the dirt, which adheres to the 
fabric by means of the grease, will be removed during the pro- 
cess, but the cleansing action depends essentially on dissolving 
out the grease. The solvent does qot penetrat^js^o the fibres, 
i.e. the fabric does not become “wetted,^’ as in the ordinary 
process of washing, and dry-cleaning is seldom satisfactory in 
the case of really dirty articles. 

The colours of fabrics are, as a rule, quite unaffected by 
the solvents used for dry-cleaning, and the method is there- 
fore especially suitable for fabrics which are likely to be 
damaged or partially bleached by the ordinary prpcess of 
washing with soap and water. ' 

Most of the solvents which are used for dry-cleaning are 
immiscible with water, and fabrics which are to be dry-cleaned 
should first be well dried and then freed as far as possible from 
loose dirt and dust. 

LIQUIDS USED FOR DRY-CLEANING. 

Theoretically, any liquid which has a solvent action on 
grease might be used for the purpose of dry-cleaning. 

In working or\ a large scale, however, the choice of solvent 
is dependent on various pradical considerations. If an ex- 
tremely volatile solvent is used, i.e. a solvent with a very low 
Ijoiling-poinJ: (e.g. ether, b.p. = 36° C.), it is impossible to 
avpid a considerable loss of solvent by evaporation during the 
cleaning 4)rocess,*^and the method is fherefore wasteful. If, on 
the other hand, a high boiKng-point sblvent ts used, prolonged 
heating or *'stoving ” is necessary to remove the last 1:races of 
gplvent from J;he goods. 

,'fhe boilmg-ppint of the fclvent should lie preferably be- 

* (il68) 
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4ween 8o® and 1 20° C, with as small a range of boylng-poiftt 
as possible, since if the solvent tends to fractionate there will 
be , undue loss of the lighter fractions By evaporation, Whilst 
prolonged “stoving” will be necessary to remove the last 
traces oiLthe^ higher fractions. 

For practical purposes the principal solvents used for dry- 
cleaning may be divided into two groups, those which are in- 
flammable at ordinary temperatures and those which are not. 

* Inflammable Solvents. • 

• In using these solvents all operations must be carried out 
well away from any flame or open light, and the bottles con- 
taining such solvents should be clearly labelled to indicate 
that the contents are inflammable. • 

Ether, Diethylether, . O . CgH^, b.p. 36'* C., is frequently 
used as a solvent for fats, but is too volatile and inflammable to 
be satisfact«*f^:i^ a dry-clegning solvent. 

Benzine, Light Petroleum, Petrol* is the solvent most ex- 
tensively used on a large scale. It is obtained by the fractional 
distillation of petroleum and is composed of hydrocarbons of 
the paraffin series of which heptane, C7H15, is the chief con- 
stituent. 

Benzme should be carefully distinguished from benz^e or 
benzol (QH^, see p. 170). 

Benzme is usually sold according, to its specific gravity, 
which should be 072-078, and this gives some indication of 
its nature, but it is necessary to point out the specific gravity 
only gives the average density of the paraffins present, and 
gives no indication as to whether the specific gravities and 
boiling-points of these paraffins vary only over a small rang^, 
or whether paraffins of low specific gravity and low boiling- 
point are present, mixed with those of high specific gravity 
and high boili^-point. 

It is therefore advisable, in the case of ^ch a solvent, to 
determine the range of boiling-{X)int of the solvent, ai well as 
its specific gravity ; this may be done in the following manner : — 

To Find the Range of Boilhig’point of Benzine {pi Petrol ). — 
Introduce about 50 c.c. of the solvent into a small dry distiUiyg 
flask fitted with a cork and thermometer, and add a few pieces 
of porous^tile to prevent Bumping. * 

Connect the flask to a water condenser, which by means of 

* See “ Chemistiy of Petroleum,” hy Tinkler and Challenger (Crosby Hock- 
wood & So*i) for list of trade names for pe^leum products# • * 
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ah adapter and tightly-fitting cdrks, communicates with a filtflf' 

flask (see Fig. lo). , , , , , -j j -tu „ 

•The side tube of tfne filter flask shoi^d be provided with.a 
•nfbber tube, by means of which any uncondensed vapour may 
be> led away to a level below that of the bench. , 

Support the flask over an iron tray, so that ill case of an 
accident the spreading of the inflammable liquid will be ^Jre- 

Cautiously heat the flask with a small flame * and not? the 
tfcmperature at which the liquid begins to distil over. Con- 
tinue heating until nearly all the liquid has distilled over, end 
note the highest temperature reached. 



''If the liquid does not b^in to distil over below* 8o°'C. and 
the highest temperature recorded is below 120° C., the solvent 
may be considered as suitable for dry-cleaning purposes. _ 
Commercial Benzene, or Benzol, (C,H, and homol^ues), is 
one of the products pf the d&tillation of coal tar, and consists 
essentially of hydrocarbon C,H„ together with small quantities 
'of its homplogues (i.e. toluene, CjHjCH,, and o., m. and p. 


^ Thewboiling-tioint of pure benzene is 80° C. and its specific 
gravity at 15' €. = 0-884. A go6d sample of commercial 
benzol should distil almost completely between 80 and 120 U 


* In deding with a solvent of ulknown composition it is advisable to start 
the heating on flevatrr bath, see p. ^ 2 , 
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t%the case of the so-called 90 { 5 er cent, benzol, 90 pe^ cent. oT 
the liquid distils below ioo°C 

• Benzene is a very.effective solvent fSr grease, also M tar 
and paint, but its price has, until recently, prevented its morp^ 
extensive ’li^e gn a large scale. 

Non-Inflammable Solvents. 

TJie chlorine derivatives of some of the hydrocarbons also 
act as solvents for grease, and have the advantage that thejf 
are# not readily inflammable at ordinary temperatures. In 
most cases, however, they possess anaesthetic properties and 
therefore need to be handled with care, whilst some of them 
are liable in the presence of steam t& attack and corrode the 
metal work of the machinery with which they come in contact. 

Chloroform or Trickloromethane, CHClg, b.p. 61® C., sp. gr. 
at 1 5'’ C. = 

This substance can be used as a dry-cleaning solvent, but 
is unsuitable on account of its marked anaesthetic action. 

Carbon Tetrachloride orTetrachloromethane^QC\^ b.p. 76° C., 
sp. gr. at 20' C. = 1*593, may be used as a dry cleaning 
solvent, but its anaesthetic action and the fact that it is liable 
in the presence of steam to corrode iron, render it op^ to 
objection. 

For reference to use of this substance in a fire extinguisher, 
see p. 264. 

Ethylene Trichloride or Trichloroethylene^ CHCl : CClg, b.p. 
87® C., sp. gr. I *49 at 4° C. 

This substance is sold under the name of “ Westrosolf and 
appears to be specially suitable for dry-cleaning purpqg^ 
It has slighi: anaesthetic properties, but is without action on 
metals, and has the additional advantage that its cleansing 
action is not ii^riously affected by the presence of moisture 
in the fabric. The fact that it is composed ot one constituent 
of constant boiling-point, renders the loss by evaporation con- 
siderably less than in the case of a solveiil such as petroi, 
where a considerable loss of the low boiling-point constituents 
is unavoidable. ^ •• 

TetrachloroethaneyZ^Y{JZ\,, b.p. ^.35° C., sp. gr. at*i9° C. 
= 1 - 576 .^^ • ^ 

This substance is sold under the name of “ Westron'\ 
It dissolves fats and oils readily, l^t like carbon tetrachloride 
is liable to corrode iron in the presence of steam# • This fact, 
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combine^i with its relatively high boiling-point, renders it un- 
suitable as a solvent for ordinary dry-cleaning purposes. It 
however, be used for the removal rof local grease marks, 
"■' etc. (see p. 175). 

EXAMINATION OF LIQUIDS SOLD FpR DRY-CLEANING. 

o 

As a rule the solvent will be labelled as inflammable or 
non-inflammable, as the case may be. It is advisable,^ how- 
fever, in the case of liquids described as non-inflammable to 
check the accuracy of this statement by actual experiment: 

Pour a few drops of the liquid into a porcelain dish, place 
the dish on a metal tray, and try to ignite the liquid with a 
lighted taper. 

If the liquid does not ignite, heat it gently on a water 
bath for a few minutes, and again try to ignite it. If the 
liquid fails to ignite under these conditions »^"-rr;Sy be classified 
as non-inflammable at ordinary temperatures.* 

Examination of Inflammable Liquids. 

These will usually contain one or other of the inflammable 
solv&nts mentioned above. The more common solvents, e.g. 
petrol and benzene, are readily distinguished by their smell, 
and in most cases a determination of the boiling-point and 
specific gravity of the liquid will supply the necessary informa- 
tion as to its nature.f ' 

The specific gravity may be determined by means of a 
hydrometer or the Westphal Balance, J and the boiling-point 

be found in the manner described on page 169. ^ In^dealing 
with an unknown solvent, it is advisable to start the heating 
on a water-bath, in case any low boiling-point constituents 
are present, and then to continue heating over a flame after 
having carefully dried the oufside of the flask. 

It i§ again ne<^ssary to emphasise the fact that in carrying 
dfft experiments with these solvents, all possible precautions 
must be taken to avoid any possibility of liquid becoming 
ignited. 


*-See“ FI. 




+ For other distinguishing tests between petrol and benzene see “ Chemistry 
of Petroleum \ £ 

•JFor a description of this bJanoe see “Chemistry of Petroleum,” by 
Tinkler and CHbMenger (Crosby Lodkwood & Son). ^ 
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Examination of Non*inilammable Liquids^ 

These solvents should first be examiiied for the presence 
^of" chlorine, by one or* other of the tests usually appliecf for 
the detection of chlorine in organic compounds, such, for ex^ 
ample, as fbllowing ; — 

Heat a piece of cppper wire * in the edge of a Bunsen 
flame, until the green colour which is first imparted to the 
flame disappears. Allow the wire to cool, then dip it into 
the Ifl^uid and again heat it in the flame. ^ 

In the presence of chlorine a blue coloration is produced, 
owing to the production and volatilisation of copper chloride. 

The specific gravity and boiling-point of the liquid should 
then be determined, when it will usually be possible to identify 
the liquid as one or other of the solvents mentioned above. 

If the liquid distils over a considerable range of tempera- 
ture, i.e. tb<^boi ling-point is not constant, it may consist of a 
mixture of two b?®^Tiore solvents, and in this case it should be 
fractionally distilled. 

DRY-CLEANING SOAPS. 

Since the solvents used for dry-cleaning act only on grease, 
soap is sometimes added to them with a view to incre'^ing 
their cleansing power. It should be remembered, however, 
that soap dissolved in one of these solvents is by no means 
such an efficient detergent as soap dissolved in water (see 
p, So).. 

The soap used for this purpose must be dry, or it will not 
dissolve readily in the solvent, and should not contain any 
free alkali either as caustic alkali or as alkaline salts (see p. 

Preparations of soap dissolved in one or other of the sol- 
vents mentioned above are sold as “dry-cleaning soaps” or 
“ dry cleaners ”| 

A preparation known as “ tetrapoV^ is c 6 >mposed of soap 
dissolved in carbon tetrachloride, whilst "‘^^westropoV tontains 
soap dissolved in “ westrosol” (see p. 171).^ 

To Show the Presence of Soap in such preparations, the 
solvent- should be removed by evaporation, or distillation, •the 
residue dissolved in w^ter, and acid added to liberate Ae fatty 
acids. 

* A few stra*ftds of teased asbestos dipped in powdered cooper oxide, and 
bound together by means of a wire, may ag^o be employed for tins purpo^ in- 
stead of co^Jper wire. 
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A qi^antitative experiment' may be made by weighing 1?he 
fatty acids obtained from a known weight of the substance. 

•• Examination of ike Solvent — The solvent may be separated . 
firom the soap by distillation in steam (see p. 68). 

‘ The distillate should be separated as compl^ly as pos- 
sible from the water, dried over calcium chloride ai^ redistilled. 

The boiling-point should be noted and the specific gravity 
of the distillate determined. From these data it is usually 
possible to identify the solvent. 

I 

^♦THE REMOVAL OF GREASE MARKS. 

In cases where dry-cleaning as a whole is not required, 
grease marks may be rerfioved by the local application of one 
or other of the solvents dealt with above. 

In order to prevent the spreading of the grease, the solvent 
should not be applied directly to the m§.j:^bi*’L' the fabric 
round the mark should first be saturated with the solvent 

An explanation of this method of procedure is afforded by 
a consideration of the phenomenon of surface tension as ex- 
hibited by liquid films. 

The superficial tension in a film of oil or grease is greater 
than that exhibited by petrol or benzene. 

Hence if the fabric round a grease mark is saturated with 
one of these liquids, th,e tension will be greatest in the region 
of the grease. The mixture of grease and solvent will be 
drawn towards the grease, and the grease will be forced to- 
wards the centre of the mark, where it can be absorbed by a 
layer of blotting paper or other absorbent material placed in 
4 jjntact with the fabric. 

^If, on the other hand, the liquid is applied to the middle of 
the grease mark, the grease, followed by a mixture of grease 
and solvent, will spread out into the surrounding fabric, leaving 
the clean solven^j in the centre. 

To demonstratCr the effect of applying the solvent directly 
to the grease mafk the following experiment may be made : — 

Experiyient to Demonstrate the Effect of Applying the Solvent 
J^iitectly to a Grease Mark. — Carefully clean a white, flat- 
bottomed dish, e.g. a developing dish, and just cover the bottom 
with clean distilled wafer to which a fe\V drops of methyl- 
orange or other colouring matter have been added. Dip a 
gla^s -rod into alcohol andi lig^htly touch the surface of the , 
water in the dish with the rid, 
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The surface tension of wafer being greater than jthat of a 
mixture of alcohol and water, the water ^oves away from the 
drop of alcohol on all .sides, dragging some of the alcohol’ with 
it, with the re-ult that a bare patch is formed and shows qp' 
white in region where the alcohol was introduced. 

In a similar manner if a solvent is applied directly to a 
grease mark, a clean* patch will be left in the centre of the 
mark where the solvent was applied, but the grease will spread 
out into the clean portions of the fabric, leaving a greasy rim 
or mark round the edge of the region treated with the liquid. 

©These considerations will also apply to other solvents 
which may be used instead of benzene or petrol, and the 
following method may be employed for the removal of a 
grease mark with any of the usual ‘dry-cleaning solvents : — 

To Remove a Grease Mark by Means of a Solvent, e.g. 

» , Petrol,^ Benzene, etc. 

Spread the fabric right side downwards on a pad of clean 
blotting-paper or rag. 

Apply the solvent with a piece of clean absorbent material 
or sponge, first to the fabric surrounding the mark until this 
is well saturated with the solvent, and then to the mark itself, 
working gradually from the edges of the mark towarr'^s the 
centre, and continue to rub gently until nearly all the solvent 
has evaporated. 

Repeat the treatment, if necessary, until the mark is com- 
pletely removed. 

To Remove Grease Mark by the Application of Heat 

Ii'^tead of using a solvent, grease marks can sometim^«*Mbe 
removed by the application of heat, and here also the surface 
action of the grease film plays an important part. 

The surface tension of a film of grease decreases with rise 
in temperature, and if a hot iro^j is appIied*to a grease mark 
on a piece of fabric, the grease will tend t^ move avf ay from 
the heated surface towards the cooler portions of the fabric. 
Hence to remove a grease mark by the application of heat 
proceed in the following manner : — 

Place the fabric right side downwards on a pad of blotting- 
paper or* absorbent rag. Gently warm the surface of the 
material in tfee neighbourhood of the mark with a hot iron. 

The grease will be driven a^J/ay from* the htated sunface 
jind will collect Jn the absorbent {naterial unden^th, 
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Removal of Marks made by Machine Oil, etc. 

^ U grease mixed ith a considerable amount of other dij.t, 
^e.g. machine oil, etc., is deposited on a Tabric, the marks can- 
npt be satisfactorily dealt with by the methods described 
above, since the grease only will be affected by fh^pplication 
of heat or of solvents. 

The method most frequently advocated for the removal of 
such marks is first to rub more fat or oil into the mark, to 
loosen the cake of dirt, and then to remove both the grease 
and dirt by washing in a good lather of soap and water. ^ 

This process may, however, be modified with advantage by 
rubbing in oleic acid instead of fat or oil, the oleic acid being 
subsequently converted tc ammonium oleate by neutralisation 
with ammonia. 

In this manner ammonium oleate is formed in the fabric, 
a copious lather is produced, an^ the mark can,. readily be 
washed out. 

To remove a mark made by machine oil, etc., proceed in 
the following manner : — 

Apply a little oleic acid to the mark, and rub it well into 
the fabric. Dip the material into a dilute solution of ammonia 
(ben^h reagent), rub gently until a good lather is obtained and 
continue to wash until the mark has completely disappeared. 
Rinse well in clean water and dry. 

Paint and Tar Marks. 

Either benzol or turpentine may be used for paint marks. 
For tar, benzol is the most suitable solvent. In order to pre- 
neq^the spreading of the mark the solvent should in all cases 
be applied in a manner similar to that described Tor 'the re- 
moval of grease marks. In all cases the mark should be re- 
moved as soon as possible. 
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AIR ANALYSIS, ETC. 

DETERMINATION OF AQUEOUS VAPOUR AND CARBON 
DIOXIDE IN AIR. 

In connection with all problems of ventilation, the deter- 
mination of the amount of aqueous Vapour and carbon dioxide 
in the air is of great importance. Various methods are adapted 
for the determination of these constituents of the air, the 
simplest in orirr^ole being«a method by which both constitu- 
ents are determined at the same time, by drawing a measured 
volume of air, by means of an aspirator, through U tubes con- 
taining pumice soaked in concentrated sulphuric acid, to absorb 
water vapour, and soda lime to absorb carbon dioxide. This 
method requires considerable time, and other methods which 
can be carried out more rapidly are described in detail later. 

The increase in the weight of the U tube containing 
pumice and sulphuric acid gives the weight of water vapour, 
and the increase in weight of the soda lime tube gives the 
weight of carbon dioxide in the volume of air which has 
passed through the apparatus. In the actual determination, 
precautions would have to be taken to prevent the absorption 
of water vapour from the aspirator by the soda lime or 
phuric acid 

The temperature and pressure at the time of the experi- 
ment are notq^ 

From the results of such^ determinations the relative 
humidity of the air and the percentage by volume carbon 
dioxide in the air are calculated as follows IL- ^ 

Relative Humidity or Hygrometric S/^te ofjhe Air , — 
The relative humidity 

SB amount of^water yapovir In a, given volume o^ air 
amouiit of water vapour in this volume of air if saturated 
f with aqueous vapour. ^ 

The weight of water vapour *in a given volu^f^e of air Wy 

(177) * • 12 
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le determined, and the weight' of water vapour in this voluipe 
>f air, if Wturated with aqueous vapour, may be calculated. 

r Thus by noting tlie temperature at the time of the experi- 
nent, the pressure of saturated aqueous vapour at this 
imperature can be found on reference to tallies. 

For example, if 30 litres of air were drawn thr^iugh the U 
:ubes, in 30 litres of air saturated with \Vater vapour^at ir" C. 
since the tension of saturated aqueous vapour at 15°^ C. 
= 13 mm.) there are 30 litres of aqueous vapour at l c C. 
jsnd 13 mm. pressure. 

At o'" C. and 760 mm. this = 30 x x litres. 

From the relation 22*4 litres of aqueous vapour at 0° C. 
and 760 mm. - 18 gms.^ the weight of this volume of water 
vapour is found, and from this weight and the weight of 
aqueous vapour found by experiment, the relative humidity 
may be calculated. 

Cardon Dioxide.— From the relation 44 gms. of carbon 
dioxide = 22*4 litres at o" C. and 760 mm., the volume of 
carbon dioxide at 0° C. and 760 mm. corresponding to the 
weight of carbon dioxide determined may be calculated. ^ This 
volume, corrected to the temperature and pressure of the air at 
the ttme of the experiment, gives the volume of carbon dioxide 
in the volume of air which passes through the apparatus. 

The result is usuall}^ expres.sed as per cent, by volume of 
carbon dioxide, or as parts per 1 0,000. 

The amount of carbon dioxide in air varies from about 
3*5 parts per 10,000 (0*035 per cent.) in country air to 40 01 
more parts per 10,000 (0*4 per cent.) in the air of a crowded 
BQom . 

DEW POINT. 

Water vapour is invariably a constituent of the air, bui 
the amopnt present ^in a given volume of air varies very con 
siderably from time \o time. Only very rarely is the air com 
■pletely saturated with water vapour. In this case the wate: 
vapQur and liquid water are in equilibrium, and no more wate: 
vapour \}^ill be t^en up by the air. 

Under ordinary conditions, however, water is present ii 
the air as an unsaturated vapour, and more and more wate 
can be takei^up by^a given volume of the air, until it become 
WuVated witi\ ac^ueous vapour. ‘When the air is not saturate! 
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hwith water vapour the pressure exerted by the la^er depends 
on the amount of water vapour present The pressure exerted 
^ by a saturated vapour, however, depends only on the tfeiftperji- 
ture, and in the case of water varies from 4*6 mm. at 0° C.*to 
760 mm. at 100° C. The higher the temperature, the greater 
is the am'bunt of aqueous vapour which can be taken up by a 
given volume of air. 

[For a description of the method employed for measuring 
the pressures of saturated and unsaturated vapours, etc., see 
“Chemistry of Petroleum,” by Tinkler and Challenger” 
(Crosby Lockwood & Son), pp. 88-92.] 

By cooling air containing unsaturated water vapour, a 
temperature, known as the dew pointy will be reached at which 
there is sufficient water vapour present in the air for the latter 
to become saturated with it. Any diminution of the tempera- 
. ture below this point leads to the separation of liquid water 
from - ffie form^f dew. 

The deposition of dew on solid objects at night is explained 
by the fact that these objects become cooler than the air owing 
to loss of heat by radiation. The temperature of the air in 
their immediate neighbourhood is so far reduced, that the water 
vapour present is sufficient to saturate the air, and the excess 
of moisture is deposited as dew. 

The dew point may be determined experimentally by 
means of a condensing hygrometer, the principle of which U-as 
follows : — 

•The air is cooled locally, and the temperature noted at 
which separation of moisture takes place. The temperature 
of the air is then allowed to rise and the point at which the 
dew disappears is noted The mean of these two tempgra'rtlres 
is taken as the dew point. 

Determination of the Dew Point by Means of the 
Regnault Hygrometer. 

The apparatus consists of a large tes^tube, the lower por- 
tion of which is covered with thin silver foil. , The tube is 
fitted with a cork carrying a thermometer, a glass tube,* A^ich 
reaches nearly to the bottom of the apparaAs, and short glass 
tube which is attached to a wafer pump or aspirator somtf 
distance away from the apparatus. 

Ether is poured into ffie test tub(*to a point well^abo^^e 
the silver foil. 



l8o APPIflED CHEMISTRY 


On turning on the tap of the pump or aspirator, a streangj 
of air is drawn slowly^ through the ether, which increases its 
rate of evaporation, and thus causes a dirpinution of tempera^ 
tui;e. 

'‘The temperature at which dew appears on the silver foil is 
noted. The water pump is then disconnected anrf the tem- 
perature at which the dew disappears is observed. The mean 
of these two temperatures is taken as the dew point. The 
experiment is repeated several times and the average read^'ng 
talten as the dew point. 

In order to obtain accurate results, the apparatus should be 
at some distance from the observer and the observations made 
by means of a telescope. 

Relative Humidity from the Dew Point. 


Since the relative humidity of the air 

amount of water vapour actually preset i.. l!.: air 
’ amount of water vapour present in the air if saturated 


and since the amount of water vapour present in the air is 
proportional to the pressure which it is exerting, the relative 
humidity may be expressed as 

Pressure of water vapour in the air 
Pressure of water vapour in the air if saturated 

The pressure of water vapour in the air is the" pressure of 
saturated water vapour at the dew point of that air. Jhis 
pressure and that of saturated water vapour at the temperature 
of the air may be found on reference to tables. 

Example . — The temperature of the air at the time of an 
experiment was 15-5'’ C. and the dew point lO'S® C* • . * 

Pressure of saturated aqueous vapour at 15 ’5“ « I3‘i mm. 

Pressure of saturated aqueous vapour at 10-5° ~ 9*5 mm. 


9*5 

^ Relative humidity = 1^= 0725, or the air is 72*5 per 

cent, saturated witlTwater vapour. 

For temperatures from 60'’ to 70® F. a relative humidity of 
about 073, or 73 per cent, saturation, is the most suitable 
standard from thi point of view of health. 


Wet and Dry- Bulb Thermometers. 

T^wo similar thermometers are^ mounted on a stand side by 
side. The buUi of^one of them is kept continuously moistened 
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^ith water by means of a cotton fabric, which dips into a 
small reservoir containing water. Th^drier the ait, the more 
tapidly the water oi\ the cotton evaporates, and owing this 
evaporation, and consequent absorption of heat, the tempersf- 
ture reg^ster^d by the wet-bulb thermometer is always Jess 
than that 'registered by the dry-bulb thermometer. If^ how- 
ever, the air is satuitited with aqueous vapour the temperatures 
indicated by both thermometers are the same, as evaporation 
is then impossible. 

The temperature indicated by the wet-bulb thermometef is 
not the dew point, but the latter may be calculated from the 
readings of both thermometers by use of a so-called Glaisher 
factor. These factors have been obtained experimentally, by 
comparing the results obtained for*the dew point by means of 
a condensing hygrometer with the readings obtained with wet- 
and dry-bulb thermometers; 

For ‘<^ible GIaishe» factors see “Hygiene,’* by Notter 
and Firth (Churchill). 

The formula adopted for the calculation of the dew point 
from the readings of the wet- and dry-bulb thermometers is as 
follows : — 

Dew point = dry-bulb reading F.® - (difference between 
dry- and wet-bulb readings F.®) x Glaisher factor. 

Example : — 

Reading of dry-bulb thermometer = 70® F. 

„ wet-bulb „ = 50® F. 

Glaisher factor for dry-bulb reading of 70° F. = i *8. 

Dew point - 70 - (70 - 50) x i *8 
= 70-36 
= 34“ F. 

The relative humidity may be calculated by converting the 
temperatures 70"* F, and 34° F. into the corresponding centi- 
grade temperatures, and finding the pressures of saturated 
aqueous vapour, in millimetre^ of mercur^, at these tempera^ 
tures from a table of pressures of saturate^ aqueous vapour. 

By making use of a table of pressures of saturated water 
vapour in inches of mercury, corresponding to 'temperatures 
Fahrenheit, the same result for the relative humidjty wih of 
course be obtainad. , 

Ani'cher table for calculating the dew point from the read- 
ings of the wet- and dry-bulb thermometers in degrees centi- 
grade, shows the relation tfetween the dry-b^fb readif%, tlfe 
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dififcrence between the wet- and dry-bulb readings, and the 
pressure of laturated aqueous vapour at the dew point. 

Tjii^s if temperaturt registered by the dry-bulb thermo-^ 
meter is io° C. and the temperature regfstered by the wet- 
bull^ thermometer is f C. from the table the pressure of water 
vapour at the dew point is 57 mm. which corresponds to a 
dew point of 3'’ C. * ^ 


57 


The relative humidity in this case is ~ =0*626 (9*1 mm. 
beiRg the pressure of saturated aqueous vapour at 10° C.). 


Note on Relative Humidity. 


In connection with this subject the following considera- 
tions should be noted. » 

The relative humidity of the air of a room varies greatly 
according to the method employed for the artificial heating of 
the room. If the air itself is war,m, as is^e ca*^w in all 
methods of heating by means of convection chnehts, the 
relative humidity is very considerably reduced owing to this 
rise of temperature. Consequently, an excessive amount of 
water may evaporate from the surface of the skin or from the 
mucous membrane of the throat and nose. This^objectiort is 
not met with when the room is warmed by means of radiant 
heat, in which case the temperature of the air itself rises very 
slowly. 

Thus, if the temperature of the air of a rooni is initially 
15*5° C. and the dew point 10*5® C., the relative humidity of 

9*5 

the air is = 0*725 (see p. 180). 

Jf now the temperature of the air rises to 25° C., the 
moisture content of the air remaining the same, the* relative 


9*5 

humidity becomes = 0*404(23*5 mm. being the pressure 
of saturated aqueous vapour at ^5'’ C.). 


4 It is often foundffor example, that a temperature of 75° F. 
in certain pasts of the world, where the relative humidity of 
*the aif is usually ^ow, can be withstood as easily as one of 
5 5® F. in aftother part of the world where the relative humidity 
high. The explanation of this is as follows : — 

Under ordinary conditions heat is lost from the body by 
radiatk^n, convection ^nd conduction, and also owing to the 
evaporation of*^ater at its surface. 
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^ It will be readily understood that fet the temperature of 
55*' F., if the air is nearly saturated wilh water vapour, very 
little heat will be lost owing to the evaporation of yrater, 
although much heat will be lost by radiation, etc., due to the* 
large difference between the temperature of the body, 98 ’4° f'.* 
and that the air, 55” F. On the other hand, with the 
temperature at 75''*F. comparatively little heat is lost by 
radiation, etc., but since the relative humidity of the air in this 
case is less, much more heat is lost owing to evaporation of 
water than in the former case. If, however, at this tempeiji- 
tU'**e the relative humidity increases, the air becomes very 
oppressive. 


The Kata-Theri*ometer. 

The ordinary wet- and dry-bulb thermometers which are 
employe'^ jn determining the relative humidity of the air (p. 

1 70), givv-Mv. indication oCthe rate of loss of heat due to evapor- 
ation. Thus in a closed room, in which the moisture content 
of the air is high, the oppressive feeling of the air becomes very 
much less marked if a fan is set in motion. When the air of such 
a room is still, the evaporation of water from the surface of the 
body takes place very slowly, on account of the slow diffusion 
of moisture from the air immediately surrounding the' body. 
If, however, the air near the body is being changed, the rate of 
evaporation will necessarily be incrf^ased, with a consequent 
feelipg of relief, although of course the moisture content of 
the air is not diminished by the air being set in motion. 

An instrument known as the Kata-Thermometer has been 
invented by Prof. Leonard Hill, by means of which it is 
pos'^Ible ^o compare the rates of cooling in air under differ^t 
conditions. The construction of the instrument and the 
method employed for its use are as follows : — 

Two thermometers, having large bulbs filled with coloured 
alcohol, have marks on the stefns correspoftding to 110°, 100^ 
and 90° F., and another mark just aboveTb/i bulb. One of the 
thermometers, the wet-bulb instrument, has a woven cottoii 
covering over the bulb. This material holds the amount of 
water necessary for taking an observation. \ 

The thermomet^s a^e immersed in water at about 1 10“ 
so that" the mark just above the bulb of each instrument is 
level with tfiie surface of the water. Whi^n the reading of each 
thermometer is about 110° F. and the threads^are continuoift, 
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the instruments are wfehdrawn, the one rapidly dried and thi^ 
excess of faoisture jerlifed off from the other (wet-bulb thermo-: 
met^r). The instruments are then placed in the clips provided 
fp the case, and the time required for the temperatures, as in- 
dicated by the thermometers, to fall from ioo°.F. to 90® F, 
taken by means of a watch. The time of cooling^from 100® 
F. to 90° F.) of the wet- and dry-bulb instruments at about 
body temperature is thus found. 

It has been found that the most suitable conditions of 
heating and ventilation of a room are obtained when the dry- 
bulb thermometer takes about 2 mins. 30 secs., and the wee- 
bulb 50 secs, in cooling from 100° F. to 90® F. 

In a later form of the apparatus a factor is supplied for 
each thermometer. * 

Dividing this factor by the number of seconds taken for 
the thermometer to cool from 100° F. to 95® F., gives the rate 
of cooling at body temperature int‘mille-ca]pri^ square 
centimetre per second. 

The value obtained with the wet-bulb thermometer gives 
the rate of cooling by radiation, convection and evaporation, 
and with the dry-bulb thermometer the rate of cooling^ by 
radiation and convection. The difference between the two 
resultsigives the rate of cooling by evaporation. 

By using the thermometer, with and without the cotton 
covering, the same instrutnent may be used for b^th readings. 

THE DETERMINATION OF CARBON DIOXIDE IN THE *AIR 
BY PETTENKOFER’S METHOD. 

In this method a “given volume of air (5 to 10 litres) is 
treated' with a measured volume of a solution of bariurii 
calcium hydroxide, by which the carbon dioxide contained in 
the air is absorbed with the formation of barium or calcium 
carbonate. 

^ Bariun^ and calcium carbonates are not decomposed by a 
dilute solution of OKalic acid ; so that if a given volume of 
tHe barium or calcium hydroxide solution is titrated with a 
solutiqn of oxalic acid of known concentration, before absorp- 
tion^of carjDon diokide, and a similar volume of the solution 
is titrated after absorption of the carbon dioxide, the difference 
in the volume of acid required gives the volume of oxalic acid 
solution equivsjent to the amount of carbon dioxide in the 
g^en Volume of ^lir^ From this* the percentage^ of <^&rboh 
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dipxide, or the amount by volume of cardan dioxide per 10,000 
of air may be calculated. 

• Solutions required: — 

1. A Standard Solution of Oxalic Add. 

From the equations 

Ba(t)H)2 + CO 2 BaCOa + 

* 171 gms. 44 gms. or 22,400 c.c. at N.T.P. 

Ba(OH), + (C00H)2 . 2H2O Ba(C00)2 + 4H2O. 

•l 7 1 gms. 1 26 gms. 

17 1 gms. ,of barium hydroxide absorb 22,400 c.c. of CO2 at 
N.T.P., and are neutralised by 126 gms. of crystallised oxalic 
acid, H2C2O4 . 2H2O. 

.-. 22,400 C.C. of CO2 at N.T.P. are equivalent to 126 gms. 

H2C2O4.2H2O. 

.'. I c.c. of CO2 at N.T.P. is equivalent to 

. 'i-. 0*005625 gm. H2C2O4 . 2H2O. 

22,400 

Thus if the solution of oxalic acid employed contains 
0*005625 gm. of crystallised oxalic per c.c. (i.e. 5*^25 gms, 
per litre), the difference in the volume of the oxalic acid solu- 
tion required for a given volume of the solution of barium 
hydroxide, before and after the absorption of the carbon 
dioxide, gives at once the number of c.c. of carbon dioxide at 
N.T.P. contained in the given volume cf air. 

Weigh out i.e. l *4063 gms., of crystallised oxalic 

4 

acid, dissolve in recently boiled, cold, distilled water and dilute 
to 250 C.C. : I C.C. of this solution -= i c.c. CO2 gas at N.T.P.# 
Thio dilute solution of oxalic acid should be used as soon 
as possible after being made up, as it undergoes decomposition 
on being kept. 

2. A SolutiSi of Barium Hydroxide. — Filtgr about 200 c.c. 
of a saturated solution of barium liydroxide through ^ fluted 
filter paper. Dilute the filtrate with an equal volume of 
recently boiled, cold, distilled water. Place the solution in a 
bottle, stopper, securely and mix thoroughly by^ shaking. 

Deternrination of Carboli Dioxide. 

For a first analysis it will be advisable to employ air col- 
lected in the open. Clean two 4 arge bottles, of S*to 10 litsts 
capacity, fitted vi^itji rubber bungs. Measure the*capacityopf the 
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bottles by^ means of af litre cylinder, rinse out with recent^ 
boiled, cold, distilled pater and drain thoroughly. 

^ The air to be examined is blown through the bottle^ for 
Some minutes, by means of a bellows fitted with a rubber tube 
reaching to the bottom of the bottles, and the bottles are 
closed securely by means of the rubber bungs. r 

Place 100 c.c. of the solution of barium^hydroxide, measured 
with a pipette,* in each of the bottles, and immediately replace 
the rubber bungs and the stopper of the bottle containing the 
barium hydroxide solution. 

Place the bottles on their sides and turn them round fre-. 
quently during the next 20 minutes, so as to keep the sides 
moistened with fresh portions of the barium hydroxide solution. 

Whilst the absorption^ of the carbon dioxide is in progress, 
the titration of the barium hydroxide solution with the standard 
solution of oxalic acid (blank experiment) should be carried 

Measure out 25 c.c. of the baryta solution (see lootnote u 
use of pipette) and titrate with the standard solution of oxalic 
acid, using phenolphthalein as indicator. Repeat the titration 
twice more and take the mean of the last two readings. 

^ Owing to the continuous^bsorption of carbon dioxide from 
the air by the barium hydroxide solution, the titrations should 
be carried out as rapidly as is consistent with accuracy. If 
preferred, for the second and third titrations mc»t of the oxalic 
acid solution required may be run from the burette into a 
flask, before the 25 c.c. of the baryta solution are added. The 
titration is then finished by the addition of more oxalic acid 
solution from the burette. 

^Calculate the volume of the standard solution of oxalic 
acid which would be required for the neutralisation of lao^c.c. 
of the barium hydroxide solution. 

When the air in the bottles has been in contact with the 
solution of barium hydroxide for at least 20 minutes, remove 
25 c.c.*of the solution from one of the bottles by means of a 

pipette, to the lower end of which a piece of glass tubing is 

• 

• * Owing to thoffact that expired air contains about 100 ♦iihes as much carbon 
dioxide ordinary fresh air, great care should be exercised to prevent access of 
expired air to the barium hydfoxide solutiorj duftng ^he experiment. On this 
account it is advisable to make use of the water pump for drawing up the solu- 
tions into the pipettes. Do not on any account blow through a pipette, but 
remove the last drop bf placing the first finger of the right Ifand over the upper 
ena^)f the pipette and the left hand ovtfr the bulb, when, owing to the expansion 
f of the ay, the* last drop of liquid is expelled, 
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attached, if necessary, and titrate with theLtandard ox|ilic acid 
solution as before. Repeat the titratiSn with two further 
portions of 25 c.c. and take the mean of the last two reati- 
mgs. . 

Calculate thfi volume of oxalic acid solution required for 
the 100 c.c. oithe barium hydroxide solution. 

Repeat the experiment for the solution in the other bottle.^ 

The difference in the volume of oxalic acid solution, re; 
quireAfor 100 c.c. of the barium hydroxide solution in the^ 
blank and test experiments, gives the number of c.c. of carbon 
dioxide at N.T.P. in the volume of air contained in each 
bottle. 

The volume of air in contact with^ the solution of barium 
hydroxide is the volume of the bottle less 100 c.c. occupied 
by the solution. 

r orrect these volumes of carbon dioxide to the temperature 
and press”’*" ip ’gborator^ at the time of the experiment, 
and calculate in each case the percentage of carbon dioxide 
in the air under examination. Express the result also as 
parts of carbon dioxide per 10,000. 

Example : — 

Blank experiment. Temperature 1 3" C. Pressure 752 mm. 

Mean result, 25 c.c, barium hydroxide solution = 19*2 c.c. 
standard oxalic acid solution. 

.*. 100 C.C. barium hydroxide solutioli = 76-8 c.c. standard 
oxalic acid solution. 

Tes ^ : — 

Mean result, 25 c.c. barium hydroxide solution after ab- 
sorption of CO2 required 18*23 c.c. standard oxalic acid 
solution , 

.’.'too c.c. barium hydroxide solution after absorption of 
COg required 72*9 c.c. standard oxalic acid solution. 

Difference, 7^8 - 72*9 =3*9 c.c. 

I c.c. oxalic acid solution = i c.c. COj at N.T.P. 

Volume of bottle to rubber bung = 10,1*50. c.c. 

.*. Volume of air employed = 10,150 - 100 = 10,050 c.c. 

.*. 10,050 c.c. of air at 13'' C. and 752 mm. contaiTi 3*9 c.f. 
CO2 at N.T.P. • — 

3-9 C-C. CO. at r^.T.*P. * 3-9 X X = 4-12 c.c. at 

“ 273 752 

13'’ C. and 752 :nm. , 

Thus 10,050 c.c, of air contain 4*12 c.c. of COj^; 
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I r • I . • 4‘12 X 100 

or, 100 C.C. of air Contain * 0*0400 c.c. CQ®; 

d c io»o5^ 

or, the air contained 4*09 parts of COj 'per 10,000. 

Various other methods are employed for the determination 
of carbon dioxide in air, but the Pettqnkofer rhethod is the 
most reliable. 

In the Lunge and Zeckendorf method air is blown, by 
rmeans of a rubber compression bulb, through a very dilute 
solution of sodium carbonate containing phenolphthalein. By 
the action of the carbon dioxide contained in the air‘ tl:e 
sodium carbonate is converted into bicarbonate which is not 
alkaline to phenolphthalein. From the number of compres- 
sions of the bulb required for the discharge of the colour, and 
by reference to a table, the amount of carbon dioxide per 
10,000 of air is obtained 

For calculations relating to amount required 

for removal of carbon dioxide produced by respiration, etc., 
see page 203. 

THE DETERMINATION OF OXYGEN IN THE AIR. 

c 

This determination may be carried out, either by means of 
the Bunt6 burette, or the Hempel apparatus. The oxygen is 
absorbed by means 6f a mixture of solutiotis of pyrogallol, 
QH3(0H)3, and potassium hydroxide, or by a solution of 
sodium hyposulphite, Na2S204. 

THE BUNT^ BURETTE. 

The construction of the apparatus is shown in Fig. «'L. 

By means . of the two-way tap C, connection is made 
either between A and E, or B and E. 

The capacity of the burette from the point marked 0 to 
the upper stop-cosk is 100 c.c. 

F is an aspirator containing water. This should be sup- 
ported well above the level of the bench. 

I ' Before cogimencing an experiment, njaict sure that the 
taps C and D have recently been lubricated and are securely 
wired in. Fill the burette with water frbm the aspirator • by 

* Instead of an aspirator a rubber tube attached to a^ ordinary water ujp 
nuy be used 'tor this jpurpose. In this^case it is important always to turn ^ 
metal water ttp before the burette tap, otherwise the rubber tubing is 
nff owiag to the pifessure of the water. 
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Ettjching[ the rubber tube to the lower and opting the 
taps D and C, so that the water passes Into the cup B up to 
or\t q{ the marks 20 c.c. or 25 c.c. on B. ^ 

Close the taps C and D. Remove the tube of the aspiratoj* 
from the burette, open the tap C, so that A is in connection 
with E, and allow water to run from the burette through Bk 
until the level falls slightly below the point marked O. 

Close the tap D and close C completely. There is now 
slightly more than 100 c.c. of air in the burette under atmos-^ 
pheric pressure. 



Attach the aspirator tube, filled with water^ to the •lower 
end of the burette, open the tap D and allow water to enter 
the burette until the level is slightly above 0 . Close the 
tap D. ' * 

(It is important in n^ny operation*! for which the Durette 
is employed .i;hat the tube of the aspirator should be completely 
filled with water before it is attached to the burette, or air will 
be introduced.) 

The air In t^ie ^burette is thus slightly compressed. , Re- 
move the aspirator* tube, open the t^ D cautiously and allow 
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the leveil of the wat| r in the burette to fall to 0 . The buiette 
no\y contains lOO c.c. of air under a pressure which is stilT 
^ slightly greater than that of the atmocphere. Open the 'tap 
;C, so that E is in connection with B, One or more bubbles of 
air pass through the water in the cup B, and the t)urette now 
contains lOO c.c. of air under atmospheric pressure plus the 
pressure of the small column of water in the cup Br ' 

The reason for measuring the air in this way is that, after 
p absorption of the oxygen from the air, the nitrogen is measured 
between similar columns of water, for reasons which will be 
apparent later. * '' 

Absorption of Oxygen. 

f 

Attach the lower end of the burette to a water pump, 
which is turned on slightly. Open the tap D very cautiously 
and allow the level of the water in the burette tp fall nearly 
to the tap D. ' c 

Place 2*5 C.C. of a solution of pyrogallol (containing 30 gms. 
of pyrogallol in 100 c.c. of water) in a small porcelain basin ; 
place the lower end of the burette in the solution, and by 
[ opening the tap D cautiously, allow most of the solution to 
en/-er the burette. Take care that no air is allowed to enter 
the burette. 

In the same basin place approximately 1 5 c.c. of a solution 
of potassium hydroxide (containing 150 gm'i of commercial 
caustic potash in 100 c.c. of water) and allow as much*as 
possible of this solution to enter the burette as before. Close 
the tap D and pour out the water from the cup B. Support 
the burette in a horizontal position, and keep the liquid inside 
irf gentle motion for the next five minutes. » » ^ 

A considerable reduction of pressure will be effectecTcfuring 
the absorption of the oxygen, and it is very important that no 
leakage of air into the burette should take place. 

At the end^ of five miriutes support the burette vertically 
' and fill the cup*B with water. Open the tap C slightly, so 
that the cup B is in connection with E, Allow water to run 
i^to B a*s fast as it runs into the burette. ^ 

When no ‘more water enters the burefte, open the tap D 
over the sink, and again allow ^ater to run into the cup B 
until all the coloured liquid has been washed out of the burette. 
For this purpcj^e a convenient arrangement i»to have a piece 
of glass gibe, bent twice at 'right angles, and attached to a 
water tap by tneans of a long length of rubber^ tubing, one end 
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of this glass tube being placed in the c^p of the burette. It 
i3 essential to keep water in the cup B while liquid i^ run- 
iting out from the tap D. i 

When all the pyrogallol-potash mixture has been washed 
out from* the* burette, close the tap D and remove the glass 
tube from the cup B.^ Open the tap D slightly, and allow the 
water in the cup B to fall to the original level, i.e. the 25 c.c. 
or 20 c.c. mark. Close the tap D when this is the case, and 
allow the burette to drain for a few minutes. • 

Read off the level of the water in the burette. The read- 
ying gives the volume of oxygen in 100 c.c. of air taken for the 
experiment, since both gases are measured under the same 
conditions of temperature and pressi^re. 

Repeat the whole experiment. 

On the average, fresh air contains approximately 21*0 per 
cent, of oxygen by volume. 

Fro*^*the poiri of vieV of Hygiene, the determination 
of the percentage ot oxygen in the air is of considerably less 
importance ^han the determination of water vapour, carbon 
dioxide and other substances which are present in very small 
quantities. 

DETERMINATION OF OXYGEN BY MEANS OF THE HEMPEL 
APPARATUS. 

The complete apparatus, Fig. 1 2, consists of a burette A 
^Ind several absorption pipettes of the type B and C. 

Th*e burette consists of two tubes joined by means of a 
length of rubber tubing,* and supported vertically by means 
of wooden stands. One, of the tubes is graduated in fifths ot, 
a cubifl cea^imetre from o to 100 c.c. 

Tlie upper end of the graduated or measuring tube is fitted 
with a short length of pressure tubing carrying a good screw 
clip, L, and fittld with a short length of thick walled glass 
tubing about i mm. internal diameter, beni: twice ^t right 
angles. The other tube of the burette is u.'^iially referred to 
as the pressure tube. 

* Mbihod of Filling Hempel Pipettes. 

The absorption piptftte§ are either single, as shown in B, or 
double as ift C, The advantage of the latter form of pipette 

• • • . 

* It will be found convenient to have this rubber tube divided in the mklflle, 
and the end* joined by means of a piece of glass tubing c^rrylff^ a glass stop- 
cock K. 
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i, that 
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ANALYSIS OF AIR 

The absorption pipette is now placet^i in an upright position, 
tfie 10 C.C. pipette still being attached ai«d full of the •absorbent. 

The liquid is allowed to flow into the absorption pipette 
until a small amount is contained in the bulb E. . / 

Some^watj^r is poured into the bulb G and is transfenM 
to the bult}, F by applying a water pump to the end of G. 
Car^ should be takeit that the liquid in the bulb E does not 
pass over into the bulb F. 

yhe absorbing liquid is drawn nearly to the top of the 
capillary tube of the pipette by means of the water pump, afld 
th? clip on the pressure tube H is closed. 

A single pipette may be filled by pouring the liquid 
through a funnel in the wide tube of the pipette, and drawing 
the liquid nearly to the top of the capillary tube by means of 
a water pump. 


» Sample o^Air for Analysis. 

Pour water into the pressure tube of the burette, and fill the 
measuring tube with water, by raising the pressure tube and 
opening the tap K and the clip L, When this tube is full 
close the tap K. The pressure tube should now contain only 
a small quantity of water. ^ 

Draw a sample of air into the measuring tube by opening 
the tap K and lowering the pressure tube. Adjust the level 
of the water >n the measuring tube until exactly loo c.c. of 
•air is contained in the tube, when the levels of the water in the 
measiring and pressure tubes are the same. The burette now 
contains lOO c.c. of air at atmospheric pressure. 

Close the tap K and the clip L. 

Open the tap K and make sure that the volume of air h 
euSJtly c.c. when the level of the water in both tutes is 
the same. 

Since the %as after absorption of any constituent is 
measured under the same conditions, that i^ with the levels o^ 
the water in both tubes the same, the diminution ini volume, 
produced by the absorption of that constituent, gives at on?c; 
its percentage by volume in the gas under examination. 

Absorption of Oxygen. 

Suppcwt the double absorption pipette containing the solu- 
tion of sodium hyposulphite* on a wooden stand, so that the end 

* Or pyrogallol and potash, 

13 
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of* the bent glass tubej^anached to the measuring tube of t^e 
burette, is^at a sHghtlj lower level than the upper end of the 
pressure tubing H, attached to the capillary of the absorptioi 
Jaipette. 

' Remove the air as far as possible from the pressure tubing 
H, by pressure between the fingers and thumb, and fit the glass 
tube attached to the burette securely into the pressure tubing 

Open the clip on H and note the level of the liquid in the 
capillary tube. ^ 

^ Open the clip L, and by raising the pressure tube, drive the 
air into the absorption pipette, until the level of the water* in 
the measuring tube reaches the clip L. Close the tap K and 
the clip on H. 

Allow the gas to remaCn in contact with the absorbent for 
five minutes, shaking the pipette occasionally backwards and 
forwards. 

At the end of the five minute^ open the tap K and the 
clip on H, and allow the gas to pass back into the measuring 
tube, by lowering the pressure tube, until the liquid in the 
capillary of the absorption pipette is at the same point’ as 
before the absorption. 

Close the tap K and the clip on H. Open the tap K and 
bring ^the water in the pressure and measuring tubes to the 
same level. 

Read off the volume, of the residual gas. 

One hundred c.c. less this volume of gas gives the per- . 
centage of oxygen in the air under examination. 

To ensure that the absorption of oxygen is complete, pass 
the gas again into the absorption pipette as before, and after 
allowing it to remain there for a few minutes, with occasional 
shakihg, transfer it again to the measuring tube and read^ff 
the volume of the residual gas at atmospheric pressure. 

It is, of course, essential to have the tap K (on the rubber 
tube joining the pressure an(} measuring tubes) open, when 
adjusting, the levels of the water in the two tubes. 

^ ^ Repeat the experiment and compare the results obtained 
with those obtained by means of the Bunt6 apparatus. 



ANALYSIS OF EXPIRED AIR 


*95 


determination of carbon diomde and o;cygen in 

EXPIRED AIR.^ 

'Method of Collecting the Sample of Expired Air. 

Fit ifp a set of aspirators as shown in the diagram, Fig. 13. 

Place b&th bottles on the bench, open the clips C and D 
and po’^r a saturated solution of comtiion salt into A until 
both bottles are rather more than half filled. 

•Place the bottle A on a wooden stand and allow the soju- 
^tion to flow into B until this bottle is filled completely. 

^ Close the clips C and D, and place the bottle B on the 
wooden stand as shown in the diagram. 

Take a deep inspiration and l^old the breath for a few 
seconds. Breathe out through the glass tube E, opening the 
clips D and C. 



^losei^the clips and repeat the process until B is^about 
three-quarters full of expired air. Place both bottles on the 

bench. - , . l 

Fill the Bunt6 burette with salt solution, by placing th^ 
lower end in the solution and drawing out the air by means 
of a water pump attached to the gas inlet tftbe. Fill the cup 
of the burette with water up to the 20 c.c. or 25 CfC. mark. 

Attach tbe^^as inlet tube A of the burette to the nfbber 
tube attached to the ^op of the aspirator bottle B. T)pen the 
clips of aspirator and the taps of the burette. Raise the 
aspirator beetle A and allow expired air to pass into the 
burette until rather more thun 100 c.c. has bden collated* 
Close the taps of the burette and the clips o{ thtf aspirator. 
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Adjust the volum^ of expired air in the burette until 
exactly lOb c.c. is obtained under atmospheric pressure plus 
the p»essure due to the column of water in the cup of thft 
burette (see p. 189). 

^ The carbon dioxide must obviously be absorbed b/:fore the 
oxygen, as the solution of pyrogallol and potassium hydroxide 
would absorb both this gas and oxygen. , 

Carbon Dioxide. ’—Y ox the absorption of the carbon dioxide 

1 5 c.c. of a solution of potassium hydroxide (containing 50 
gifis. of commercial caustic potash in 100 c.c. of water) is em- 
ployed. See page 1 90 for method of introducing the absorbent. ^ 

After the absorption of the carbon dioxide, the solution of 
potassium* hydroxide is washed out from the burette, and the 
diminution in volume of the gas gives the percentage of car- 
bon dioxide in the expired air under examination. 

Oxygen . — The oxygen in the gas remaining in the burette 
is now determined by absorption, a^ described on page; 190. 

The diminution in volume gives the percentage ofoxygen 
in the expired air. 

The percentage of carbon dioxide and oxygen in the 
sample of expired air should also be determined by means of 
the Hampel apparatus,* the carbon dioxide being absorbed in 
a Hempel pipette containing a solution of potassium hydroxide 
(120 gms, of potassium hydroxide in 500 c.c. of water). 
The oxygen in the gas remaining after the absorption of the , 
carbon dioxide is determined as described on page 193. , The 
diminution in volume, in each case, gives the percentage of the 
constituent absorbed, in the expired air. 

« For expired air collected as described above the percentage 
of ca/bon dioxide is usually about 4 per cent, and ox)igen 

16 per cent, by volume. 

^DETERMINATION, OF SULPHUR DIOXIDE AND SULPHURIC 
, , ACID IN AIR. 

• n 

* All fuels, solid, liquid and gaseous, contain compounds of 
sulpjiur in 'varying amounts as impurities. Ti^us ordinary 
bifuminojis coal (Contains from 0*5 to 3*5 perfSflt. of sulphqr, 
largely present as iron pyrites. Coal «gas contains organic 
compounds of sulphur, although during its manufacttlre a large ^ 

t 

I For method of obtliining exactly lop c.c. of the gas at atmospheric pres* 
^Sttre in the measvf ing tube see page 206. 
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proportion of the sulphur contained in the coal is removed.* 
.Liquid fuels also invariably contain sulphur compounds, a 
circumstance which Jias to be taken into account in conflation 
with their use for certain purposes. See “ Chemistry^ <)f 
Petroleum,” -by Tinkler and Challenger. 

On thu combustion of a fuel, a small quantity of the 
sulphur may escape* as sulphuretted hydrogen, but most of it 
is converted by combustion into sulphur dioxide, which escapes 
wiUi the other products of combustion. This sulphur dioxide 
(or sulphurous acid) is rapidly oxidised to sulphuric acid. * 

The irritating effect on the mucous membrane of sulphur- 
ous acid in fog is well known, but it is the free sulphuric acid, 
produced by its oxidation, which is mainly responsible for the 
harmful effects on vegetation and inasonry, and even for such 
minor effects as the breaking of picture cords in a house. 

The tarnish 'ng of copper and silver articles exposed to air, 
during^ a fog,*i% probably due to the presence of 
traces of sulphuretted hydrogen, and not to the sulphurous 
and sulphuric acids in the air. 

One of the objections urged against the use of coal gas for 
illuminating purposes is the production of small quantities of 
sulphurous and sulphuric acids on its combustion. It lifas, 
however, been found by Hehner and Rideal that these acids 
are rapidly absorbed by the whitewash on the ceiling of an 
ordinary room. • 

(See Report of Conference on Heating and Lighting, Lon- 
don* Oct, 1913, p. 6.) 

The detei'mination of the amount of sulphurous and sul- 
pbvnc a^'id in the air” is carried out by drawing a m^sui^d 
tS^olumeTSfthe air through a long glass tube, filled with glass 
beads moistened with a dilute solution of hydrogen peroxide, 
whereby the Sulphurous acid is oxidised to sulphuric acid 
This acid, together with the sulphuric acid originally preseat 
in the air, remains in the solution, and its amount is determi|fed 
in the ordinary way by precipitation as* barium sulphate. 
Since the jimcunt of this substance obtained is*usually very 
small,’ a spoiVed centrifugal method, which* does not irivelve 
filtration, is oftei^ adopted for its d<?termination. 

The apparatus employed for the determination is shown in 
the diagram Fig. 14. 


* See p. 212 for determination of ** sulphur ”jn Shi gas. 
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'A very, dilute solution of hydrogen peroxioe ^^z c.c. 01 p. 
10 volume Solution, free from sulphate, in 250 c.c. of water) is, 
allowed to flow, at a rate of about one drop per second, from 
the tap funnel A on to the glass beads contained in the tube 
B^which is about i metre long and 2 cm. diameter. ' 

The air to be examined enters through the lower side tute, 
a glass tube leading to the outside air being attached to ■ C. 
The upper side tube D is attached to a meter, and air is drawn 



B 



Glass tube leading to ^ 
outside air. 


It 


Fiq. 14. 


tiirough the apparatus by connecting the outlet tube of c 
to a water pump, or by an arrangement which enables 
the wtheel of the meter to be driven by means of a falling 
weighrjL See “Smoke,*’ by Cohen and Ruston^^^old)« 
Thev rate at which the air is drawn through the meter ii 
about 20 '.*cub. ft. (566 litrds) per hou^. A ineter suitable fa 
this purposive is shown in Fig. 30* When nearly 
liquid has drt rjpped from.the funnel A, the contents of the ftasl 
JStrS^re ^ured l^ck into A, so that a constant stream of hqutt 
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ig passing over the beads during the whole of the experimdiit 
.The drop of liquid in the lower end of B prevents access of 
air to the tube B except through C. 

At least 3 cubic metres of air should be drawn through tl^ 
apparatiis, ugless the amount of sulphurous and sulphuric acWs 
is likely to be high as in the case of a fog. 

• After a measured volume of air has been freed from these 
acids, the whole of the liquid is collected in the flask E, and 
the^funnel and beads washed by means of distilled water, the 
washings being allowed to collect in E. The very dilute 
solution of sulphuric acid contained in this flask is neutralised, 
evaporated to a very small bulk and transferred to a small 
uncorked, weighed test tube (about 7*5 x 1*5 cms.), the vessel 
being washed out with successive small quantities of distilled 
water. A small quantity of ammonium chloride solution is 
added, and the solution heated nearly to boiling. A few 
drops of a hot solution o^b^rium chloride are then added and 
the tube, after flfting with a rubber bung, is placed in an 
upright position and allowed to stand for some hours. It is 
then put in a centrifuge and whirled at a high speed for five 
minutes. The test tube should be placed inside a thick-walled 
glass tube containing a plug of cotton wool at the bot^^om, ^nd 
a similar tube containing a test tube filled with w ate’" should 
be employed as a counterpoise in the centrifuge. 

The treatment in the centrifuge is repeated until the 
solution is no longer turbid. When this is the case, the liquid 
is carefully siphoned off by means of a thin glass tube bent 
twice at right angles. Hot distilled water is added and the 
tube again placed in the centrifuge. When the liquid is quite 
clear, it is siphoned off and the process of washing is repeal^ 
wl'i\‘til liquid is free from chloride. The liquid ^s then ’ 
finally siphoned off, and the tube dried in the steam oven 
until the weight is constant. 

From the increase in weigjit of the tube, the amount of 
barium sulphate, and hence of sulphuric acid is found. Tiffs 
is the sulphuric acid and sulphurous acid, ^xpresse 3 sulphuric 
acid, in the volume of air drawn through the apparatus. * 

The r^ult should be expressed as mg. H2SO4 p^ 100* 
cub. ft. of air. These results, as would be expected, vary Very * 
, considerably, ho\h according to the locality where the air i» 
examined, ^and to the weather prevailing at the time of the 
experiment. 

With country air in fine weather the awtpunt js^usually 
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itis than I mg. per loo cub. ft., whereas in the centre of a tow/i 
during fo^as much as 30 mg. per 100 cub. ft. may be found., 

F(ir further information on this subject see “ Smoke,’! by 
Cohen and Ruston (Arnold), and article on “Smoke and 
Mioke Prevention,” “ Thorpe’s Dictionary of Applied Chem- 
istry,” Vol. IV. 

Eor methods employed for the deterrfiination of hydrogen 
peroxide, ozone, ammonia, nitrous and nitric acids in air, see 
“ Technical Methods of Chemical Analysis,” G. Lunge, Cf A. 
Keane, Vol. I. 

For determination of carbon monoxide in air due to the 
incomplete combustion of coal gas, see page 231. 

The importance of even minute quantities of impurities in 
air will be recognised wheit it is remembered that, whilst the 
amount of solid food and water consumed by an adult are ap- 
proximately 2*5 and 4-5 lb. respectively per day, the amount 
of air inhaled is about 30 lb. per d^y. 

DETERMINATION OF THE AMOUNT OF SUSPENDED 
MATTER IN AIR. 

^ This determination is carried out by drawing a measured 
volume of air through a weighed plug of cotton wool, which 
retains the suspended matter. 

The cotton wool is contained in a thin glass tube, made 
by drawing out a test tube about i ’5 cms. in diameter, so as 
to form a funnel. This glass tube is supported inside a wider 
metal tube, which is placed in the aperture of a window. 

Before the experiment is started, the glass /:ube contain- 
ing the cotton wool is dried in the stenm oven, and whilst it 
is cooKng, before weighing, a slow stream of airt^’j? drcKVis? 
through by means of a water pump, to prevent condensation 
of moisture. The drying is repeated until the weight is 
constant. ^ 

The tube is then, attached to a meter connected with a 
water pump, and ,a current of air drawn through the plug. 
The rate at which the air passes through should be about 200 
litres 4)er hour. 

After ap considerable volume of air has oeen arawn inrougn 
tthe plug, the increase in yfeight of the iSttdr is determined, 
after drying in the steam oven, as .described above. 

* The result should be; expressed as mg. of suspended matter 

per 106 cub. f^tofair. 
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, The amount so found varies very considerably according 
to the place at which the experiment is carried ouf, and the 
wtather conditions prevailing at the time of the experiment. 

For other methods employed for this determination see« 
Lunge, Keane^ Vol. L, Part 11 . 

The question of suspended matter in the air is of import- 
ance* in connection with the question of fuel economy. It has 
been estimated, for example, that 54,000 tons of solid matter 
were^eposited from the air in the county of London in the 
year 1916, most of which represented fuel lost in the form (ff 
sm6ke. 

For further information on this subject see “ Smoke,” by 
Cohen and Ruston, and Report on Atmospheric Pollution, 
The Lancet,” 27 October, 1917. 

EXAMINATION OF THE EFFICIENCY OF THE VENTILA- 
TION GIVEN ROOM. 

Although it is now generally recognised that carbon 
dioxide, as such, is not injurious in quantities in which it is 
likely to be present, even in the air of an ill-ventilated, crowded 
room, the proportion of this gas present in the air of a roow 
affords an indication of the amount of other impurities pro- 
duced by respiration. On account of the ease with which the 
quantity of carjDon dioxide may be determined, and the diffi- 
Qulty of determining the amount of the organic substances 
which# accompany it, the determination of the proportion of 
carbon dioxide in the air of a room is still one of the best 
means of invest^'gating the efficiency of the ventilation of the 
room. The methods employed for the determination have# 
pr 27 *cuc^^been described. • 

In addition to the amount of carbon dioxide in the air, 
the relative humidity and the advisability of the air being in 
motion, to facilitate evaporation from the surface of the skin, 
are also points of great importance in this connection.. 

The amount of carbon dioxide produced •by an adult ^ 
rest is approximately 0*6 cub. ft. per hour. This is,calculated 
as follows ^ 
Sixteen respirations, each of 30 cub. ins., per minfite give 
16 X 30 X 60 * 2^,^00 «ub, ins. of expired air per hour. 

Four per c^nt. of this, 1152 cub. ins., or o-6 cub. ft., is carbon 
dioxide. ^ ‘ 

Not only is the carbon dioxide content^ofVh^air of a« 
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room increased by respiration/ but the amount of water vappur 
in the aiV will also be raised, since expired air is saturated with 
moisture. , . ♦ 

, The amount of carbon dioxide normally present in fresh 
air is approximately 0*04 per cent., and it is generally agreed 
that the amount of this substance in the air of a room should 
not at any time exceed 0‘06 per cent., ftn increase of O'oe per 
cent, above the normal amount for fresh air. 

It is therefore necessary to calculate how much fresh air 
^er hour is required to dilute the products of respiration, in 
order that the carbon dioxide content of the air of a given 
room shall not rise above 0'o6 per cent, and also to be able to 
measure the amount of air which is entering the room through 
any given aperture. Thfs is measured approximately by means 
of an anemometer (see below). 

It is also necessary in this connection to measure the cubical 
contents of a given room. This<^c accomplished by ^plying 
the ordinary rules of mensuration, deducting from the product 
of the three dimensions of the room the volume of any large 
solid objects. 


THE MEASUREMENT OF AIR CURRENTS BY MEANS OF THE 
ANEMOMETER. 

One form of this, instrument is shown in th 6 diagram, 

Fig. 15. ■ 

It consists of a num- 
ber of blades attached to 
an axle,., which is very 
delicately mounted, and 
which is <iby 

means of an endless screw 
with a set of dials. The 
instrument is so graduated 
that the change in the 
reading indicated by the 
dials, in one minute, when 
the insp-ufjent is in use, 
gives the velocity of the 
I. air'^ chrrent jn feet per 

Fig. 15,— Anemometer. minute. 

• • . The recording mechan- 

. ism 01 the iiistrument can be ’started and stopped at will $0 
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th£|J in measuring a given air current, after noting the readings 
registered by the dials with the recording mechanism ’stopped, 

, th» blades are aIlowed,to attain their maximum rate of revolu- 
tion before the recording mechanism is started. 

At the end of one minute the recording mechanism is 
stopped, and 4:he change in the reading of the dials gives the 
velocky of the given atr current in feet per, minute. 

A determination should be made by means of the instru- 
ment^for example, of the amount of air which is entering a 
room through the lower sash of a window, or if this is acting 
as 2 fn outlet, owing to the direction of the wind, the amount 
of air passing out through this opening should be determined. 

Owing to the fact that the velocity of the air is different in 
different parts of the aperture, readings should be taken near 
the top, in the middle, and near the bottom of the opening. 
The average result is taken as the velocity of the air through 
the window. • * 

This velocity in feet per minute x the area of the aperture 
X 6o, gives the amount of air in cubic feet per hour entering 
or leaving the room through this opening. 

In the same way the amount of air entering or leaving the 
rooHi by any other aperture may be found. • 

It will be understood that only an approximate idea o!‘the 
amount of air entering or leaving a room can be obtained by 
means ot the anemometer. • 

• It is difficult, for example, to measure the amount of air 
which enters a room under the door, which is often the chief 
means of access of fresh air to a room. 

From the measurement of the cubical contents of a room, 
and the amount of air which is entering or leaving the room* 
p^i^ V^M*^'-‘*^lculation should be made of the number of flmes 
per hour the air of a room is being changed. 

It is generally agreed that three times per hour is usually 
the maximum number of changes of the airpf a room, which^ 
can be borne with comfort in this country, although* with a 
coal fire, the amount of air passing up the chimney often givSk 
a v^lue which^is probably greatly in excess cT this. * 

CALCULATIONS ^FJATING TO TIJE CARBON DIOXIDE 
' CONTENT OF*THE AIR OF A ROOM. 

I. If the initial air space per person irv a rcmm is i(joo i 
cub. ft., Which is a suitable standard, what amouA of fre^ air » 
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per hour is required to dilute the products of respiration of 
each perW, so that the carbon dioxide content does not rise ‘ 
abbf e o*o6 per cent? , # ^ 

o*o6 per cent of COg corresponds to 0 0006 cub. ft CO2 
in I cub. ft. of air, an increase of 0 0002 cub. ft o'f CO2 over 
the amount normally present in fresh air. « 

.*. 0*0002 cub. ft COg is the exces^' allowable in i cub. ft 
of air. 

.*. 0*6 cub. ft CO2 (the amount produced per pers^tn per 
*hour) is the excess allowable in 

1 X 0*6 L r • 

= 3000 cub. ft of air. 

00002 

Hence 3000 cub. ft*- of fresh air per hour are required to 
dilute the products of respiration from one person ; but if the 
initial air space per person is 1000 cub. ft, the amount of 
fresh air required per hour per#if.erson is 2000 cul5. The 
result might also be stated as follows : One person produces 
in one hour sufficient carbon dioxide to raise the percentage 
of this substance in 3000 cub. ft of air from 0*04 to 0*06. 

2. The carbon dioxide content of the air of a room 
tf.o X 10 X 20 ft after occupation by two persons for one hour 
is f6und to be 0*09 per cent What volume of fresh air has 
been admitted to the room during the period of occupation ? 

Assuming that th^ COg content of the air otthe room 
before occupation was 0*04 per cent., the carbon dioxide due 
to respiration is 0 09 - 0*04 « 0*05 per cent • 

Amount of carbon dioxide produced by respiration by two 
persons in one hour ~ o*6 x 2 =» 12 cub. ft . 

• Since the air of the room after •occupation contains 0*05 
perTfent. COg due to respiration, 0*0005 cub. ft G4J^<-ps?«du*ed 
by respiration is distributed through i cub. ft of air. 

. % 1*2 cub. ft COo are distributed through 1 — 

, " . 00005 

240© cub. ft of* air. 

Volume of tfir in the room = 10 x 10 x 20 = 2000 cub. ft, 
2400 - 2000 = 400 cub. ft. of fresh air have been sup- 
plied during the hour the room was occupied. 

3. it two persons occupy a room of 2000 cub. ft. for three 
hours, and 1000 cub. ft of fresh air per nour are supplied, what 
will be the percentage of carbon dioxide in the a^r of the room 
atijj^ end df the period of occupation? 

* In thj^ cjSse 0*6 x 2 x 3 = 3 *6 cub, ft COg are distributed 
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through 2000 + 3000 « $000 cub. ft of air, so that the aif 
:ontains 0*072 per cent CO2 due to respiratioa This carbon 
diqjci^e with the 0*04 per cent normally present in fresjj air 
lives a total percentage of 0*112. 

4. If two persons occupy a room of 2000 cub. ft for eight 
[lours, what vplume of fresh air per hour should be supplied, 
in order that the carb«n dioxide content of the air shall not 
exceed 0*06 per cent ? 

Carbon dioxide produced by respiration during occupation 
of room, 0*6 X 8 X 2 = 9*6 cub. ft • 

• 4 n order that the carbon dioxide content (due to respira- 
tion together with that normally present in the air) shall not 
exceed o*o6 per cent, 0*0002 cub. ft COg due to res'piration 
is to be distributed in i cub. ft of ai4 

9*6 cub. ft COo distributed in — cub. ft of air 

0*0002 

48,000 cub. ft of air. 

Air originally present = 2000 cub. ft 

. *. 46,000 cub. ft of air must be added during the eight 
hours 

== 5750 cub. ft per hour. 

It will be noticed that it is assumed in the above calcula# 
tions that the fresh air is supplied at a constant rate. Vhis 
is unlikely to be the case, however, with any system of natural 
ventilation owing to changes in the diiection of the wind, etc. 



Chapter VIIL' 

GASEOUS FUELS. 

An outline of the methods employed in the manufactuie of 
coal gas, producer gas, water gas, carburetted water gas, etc., 
is given in the lectures. 

In connection with this subject see articles on “ Fuel and 
Gas,” Thorpe^s “ Dictionary of Applied Chemistry ” (Long- 
mans). 

ANALYSIS OF COAL GAS BY MEANS OF THE HEMPEL 
APPARATUS. 

Fill the measuring tube of the Hempel burette (Fig. I2, A, 
p. 192) with water which has been saturated with coal gas. 
Thisi saturation is accomplished by allowing a streani of the 
gas to pass for about two minutes through about 300 c.c. of 
water contained in a 500 cc. bottle. The bottl*^^. is then 
stoppered and shaken' for a few minutes. 

Attach a rubber tube, from which coal gas is escaping, to 
the capillary tube attached at L (Fig. 12, A), open the tap K 
and the clip L, and allow rather more than 100 c.c. of coal 
gas to enter the meas,uring tube. Clpse the tap K and the 
clip i., and remove the gas supply tube. Open the^a^C and 
by raising the pressure tube compress the gas in thelmeasuring 
tube until its volume is exactly 100 c.c. Close the tap K and 
open the clip L momentarily, so as to allow the excess of gas 
"To escape, and then make sufe that exactly 100 c.c. of gas at 
atmospheric pressure are contained in the measuring tube, i.e. 

' when the tap is open and the levels of the water in the 
pressure afid measuring tubes are the same. 

^ The, constituents of the coal gas are now^to be absorbed in 
the following order : — ^ 

(1) Carbon dioxide by potassium hydroxide solution. 

(2) Oxygen Jjy sodium hydrosulphite or alkaline pyro- 
^gaRale solution. 


(206) 



ANALYSIS OF GOAL GAS 


207 


(3; Olefines and aromatic hydrocarbon vapours by fiimin|; 
su5)huric acid. ^ 

Carbon monoxide by an acid solution of cuprous 
chloride. 

This leaves a gas consisting of a mixture of hydrogerf, 
methane and ^nitrogen, the amounts of which are determined 
by e:5f plosion with air,oas described on page 208. 

The solutions required for the pipettes for the absorption 
of carbon dioxide and oxygen have been described previously. 

Tne pipette filled with fuming sulphuric acid should bo 
bandied with great care on account of the strong corrosive 
action of the absorbent, and care must be taken that no water 
is allowed to enter the pipette through the capillary tuhe when 
the gas is being introduced. » 

Olefines are absorbed by fuming sulphuric acid owing to 
the formation of esters, e.g.— 

‘ C.2H,,+ HjSb*, -^CjHjHSO,. 

Benzene and its homologues are absorbed owing to the 
formation of sulphonic acids, e.g. — 


QH, + H^SO, -> QH5SO3H + Hfi. 

The solution of cuprous chloride for the absorptioi) of 
carbon monoxide contains 30 gms. of cuprous chloride dis- 
solved c.c. of water and 150 c.c. of concentrated hydro- 
chloric acid. A few strips of copper^ foil should be added 
when the solution is made up. Owing to the action of the 
oxygen of the air on the reagent, a double Hempel pipette 
should be employed for this solution. 

Cuprous chloride absorbs carbon monoxide owing to the 
formation (4 an unstable compound, CugClg . CO. ^ 

’The transference of the gas from the burette to a pipette 
is carried out as described on page 193. 

*If 100 c.c. or gas are taken, the diminution in volume, after 
absorption of any constituent, givfes at once the percentage of^ 
that constituent in the original coal gas. 

It is important to remember that the gas in the measuring 
tube after absorption of any constituent must be mfeasured^at 
atmospheric^Presstfre. That is, the clip L mu^t be closed, th<i 
tap K open, and th^ levels of the water in the pressure and 
measuhiig ftibes must be tfie same. 

It should aflso be noted that it is often jdvis^ble to pass 
the gas into contact with the^reagent in a pipette a setvifid 
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time, !n order to ensure comptete absorption, inis is esp^i- 
ally the case in the absorption of carbon monoxide, or in the 
casejof a reagent which has been in use for some time. 
Example : — 

100 C.C, of coal gas. 

Volume after absorption of carbon dioxide == 98*6 
Per cent, of carbon dioxide = l '4. ^ 

Volume after absorption of oxygen = 98*2 
Per cent, of oxygen = 98*6 - 98*2 = 0*4. 

Volume after absorption of olefines and vapours of aro- 
matic hydrocarbons = 93. 

Per cent, of olefines, etc., 98*2 - 93 = 5’2- 

Volume after absorption of carbon monoxide = 84*0 c.c. 

Per cent, of carbon monoxide = 93 - 84 = 9‘0. 

Determination of Methane and Hydrogep. 

** , 

The gas remaining after the absorfition of the carbon 
monoxide consists of hydrogen, methane and nitrogen, for 



Fig. 16. — Explosion Pipette. 


die det^rminatibn of the amounts of which ^n explosion pipette^ 
Fig. 16, may be employed. r ' '' 

In this pipette the bulb a has two platinum Vfres c, fused 
into the glaj^s, bv means of which a spark discharge can be 
pato5d throngrh tne gas contained in the bulb. The^ bulb a is, 
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als^o fitted with a stop-cock d, and is connected to the*bulb*^ 
by means of pressure tubing. • 

^ B^y opening" the stop-cock and raising the bulb h, the^bgilb 
a and its capillary tufee are completely filled with mercury,*, 
which is the confining liquid in this case. The pipette is no^ 
ready for use^ 

The capillary tuba is fitted with a short length of pressure 
tubing, fastened on with wire and carrying a good screw clip. 

i^xplosion of the mixture of hydrogen, methane and 
nitrogen with air, gives rise to water and carbon dioxide, the 
nitrogen remaining Unchanged mixed with the excess of air. 

From the contraction observed on explosion and the 
volume of carbon dioxide produced, the amounts of methane 
and hydrogen are determined as follows : — 

From the equation 

(I) ‘ CH,+ 20t*-» CO2 + 2HjO 

I voL + 2 vols. I vol. 

3 vols. I vol. (a contraction of two 

volumes) 

it will be seen that the volume of methane is equal to the 
volume of carbon dioxide produced by its combustion. 

Oxygen is used both for the combustion of the methane 
and for "he hydrogen, the combustion of which takes place 
according to the equation, 

( 2 ^ 2H2 + O2 2H2O 

2 vols. I vol. “> no appreciable volume. 

3 vols. 

The" water which is produced in both cases occupca uu 
appreciable vokme, since it condenses. 

It will be ^en, therefore, that the contraction in volume 
which takes place owing to the^'combustioa of the methan^. 
must be twice the volume of the methane present, since oge 
volume of methane and two volumes of oxy^n give only onem 
volume of carbon dioxide (Equation i). • 

The tot^i contraction on explosion is measured. 

The volume of inqthane is equal .tb the volume oi caroon 
dioxide ploduced, which* is determined by absorption by 
potassium hydroxide solution ; so that the total contraction ^ 

* This explosion pipette should always be used over a m^cury nay. - 
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on explosion minus twice the Volume of carbon dioxide pro- 
duced fiV>m the methane, gives the contraction due to the * 
combustion of the hydrogen. That is, the total contoctbn^ 
fjj^inus the contraction due to the combustion of the methane, 
equals the contraction due to the combustion of the* hydrogen. 

From equation (2) it will be seen that as a- result of the 
combustion of the hydrogen three volufnes of gas disappear, 
of which two volumes are hydrogen, or § the contraction due 
to the combustion of the hydrogen is hydrogen. i 

9 

Owing to the fact that a large excess of air must be m^xed 
with the gas before explosion, it is not possible to use the 
whole of the residual gas after absorption of the carbon 
monoxide for the deternfination of hydrogen and methane. 

After the absorption of the carbon monoxide transfer the 
gas, with the exception of about 15 c.c., from the burette to 
the pipette containing cuprous chloride solution. Tiie.gas in 
this pipette may be used if a second determination of the 
hydrogen and methane should be necessary. 

Close the clip L, attached to the measuring tube of the 
burette, and measure the volume of gas now contained in the 
Vibe, with the tap K open, and the ^ater in the pressure and 
mea"^uring tubes at the same level. Lower the pressure tube 
below the level of the bench, open the tap K and the^clip L at 
the top of the measuring tube and allow air to* enter until the 
total volume of the gas is about 95 c.c. ' * 

Take care that none of the gas originally in the measuring 
tube escapes during the admission of the air. 

Close the clip L and measure the total volume of gas in 
•the measuring tube. ‘ , , 

Transfer the whole of the mixture to the explfesiow^ipetle, 
and by lowering the bulb d, reduce the pressure in the bulb a 
of this pipette, in order to diminish the force of the explosion. 
Close the clip onjthe pressure tubing attached to the capillary 
^tube of Jthe explosion pipette, and the stop-cock d attached to 
^ the bulb a. 

Pass a, spark through the gas by means of an induction coil, 
and notice if a flash is apparent when the spark if .passed. 

Traitsfer the gas to .the measuring tube of the burette and 
measure the residual volume. * 

The original volume (hydrogen + methane nitrogen + 

I air^minus v\)lunK; after explosion - total contraction. 

u ransj’er«^he gas to a pipette containing potassium hydrox** ' 
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4d« solution, allow it to remain in the pipette for five^ minutes, 
transfer to the measuring tube and note the diminution in 
vdfume, due to the absorption of carbon dioxide. This'gives 
the volume of carbon dioxide produced by the combustion Qf 
the methane, and hence the methane in the volume of “ re- 
sidual ” gas taken for the determination. 

Calculate the volume of methane which would be contained 
in the total volume of gas left after absorption of the carbon 
moncixide. This will give the percentage of methane in the 
original coal gas. 

Find the contraction due to the combustion of the hydrogen, 
by deducting twice the volume of carbon dioxide produced 
by the combustion of the methane from the total contraction 
observed on explosion. 

Two-thirds of this contraction, due to the combustion of 
the hydrogen, is the volume of hydrogen in the volume of 
residual " gas take^j for t^i^ex peri men t. 

Calculate the amount of hydrogen which would be present 
in the whole of the residual gas after absorption of the carbon 
monoxide. This gives the percentage of hydrogen in the 
original coal gas. The sum of the percentages of all the con- 
stituents which have now been determined deducted from loC) 
gives the percentage of nitrogen in the gas. 

^ Example : — 

Voiume of gas after absorption of carbon dioxide, oxygen, 
olefines, etc., and carbon monoxide from 100 c.c. of coal gas 
= 84*0 c.c. “ recidual” gas. 

Volume of this gas t^ken for analysis - iVo c.c. 

}} »> ff >j "h )» » “ 95 ^ >> 

„ „ gas after explosion = 71*6 c.c. 

.*. Total cotrcraction on explosion = 95 '2 - 71*6 

^ =23§c.c. 

After absorption of the carbon dioxide produced by com- 
bustion of the methane the volume ~ 65 -4 c.c# 

Volume of^COg - 71*6 - 65 4 

. = 6*2 c.c 

6*2 c.c. of mejthane were present* in 15 c.c. 01 me *• re- 
sidual ” gas 

15 c.c. “ 

84 C.C 


” gas contained 6*2 c.c. methane, 
ual ” gas contained ^ ^ 
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100 c.c. original coal gas contained 347 c.c. of meth^e. 
The fcontraction due to the combustion of the hydrogpn 
«=* *t<Jtal contraction - the contraction (Jue to the combustion 
' of the methane (i.e. twice the volume of CO2 from the CHj 


= 23*6 1 2*4 

^ 1 1 *2 c.c. 

Two-thirds of this is hydrogen, i.e. f x 11*2 =7*5 c.c. 

15 C.C. of “ residual ” gas contained 7*5 c.c. of hydrogen. 

84 C.C. contained ^ ^ = 42 o c.c. 

or per cent, of hydrogen in original coal gas => 42. 


Summary : — 

100 c.c. of coal gas contained 1*4 c.c. COg 

0*4 » ^2 

5*^ ,, olefines, e4:c. 

9*0 „ CO 

347 ,> CH^ 

42*0 „ Hg 


927 

, per cent, of nitrogen in the coal gas ==100-927 

•t 

Assuming that the olefines, etc., are present only as ethylenft, 
CjHj, calculate the volume of air required for the ccJmplete . 
combustion of one volume of coal gas of which the composi- 
tion is as above, 

Deterinination of “Sulphur” in t..oai-gas. 

Coal gas does not contain free sulphur, but compounds of 
sulphur such as,thiophene,.CiHiS, are invariably present in 
’the gas. In view*of the fact that these sulphur compounds, 
8 n combustion, give rise to sulphurous and then sulphuric 
acid, theis presence in coal gas is a matter of some importance 
from the point of view of Hygiene. Sulphuretted hydrogen 
should not be present 4 n coal gas. This^ substance is tested 
for by passing the gas over filter paper moistqped with a 
solution of lead acetate, when no darkening duf to the forma- 
tijinjof leacf suljfeido should bp observed. (See “ Notificatiwi 
ofthe ^ferees,” 1918, p. 7) 
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^For the method employed for the determination of the 
total sulphur” in coal gas, see “Chemistry of Petroleum,” 
b}%Tinkler and Challenger, p. 169, and “Notification o£ 4he 
Gas Referees,” 1918, p. 7. 

THE USE OF COAL GAS FOR LIGHTING AND HEATING 

• PURPOSES. 

* GAS BURNERS. 

Flat Flame Gas Burners. 

In a fish-tail burner, the construction of which is shown in 
the diagram (Fig. 1 7, A), the gas passes through cotton gauze, 
and at the top of the burner two jets of burning gas are made 
to impinge on one another. This may be illustrated by two 
small gas flames burning at the ends of glass tubes drawn out 
to fine jets. It will be notfccl that the flame of the gas burning 
at the open jet is qiitte unsuitable for purposes of illumination, 
but that when the jets impinge on one another, the shape of 
the flame, produced in a plane at right angles to that of the 
two jets, approximates to that obtained with an ordinary fish- 
tail burner. ^ 

In the batswing burner the gas issues from a fine slit, and 
the so-called Eureka economiser is constructed on the same 
principit. , 

• For purposes of illumination these flat flame burners arc 
quite unsuitable for the combustion of coal gas as now supplied, 
owing to the low natural luminosity of the gas. This is es- 
pecially the case now that benzene and toluene vapours are 
being removed from the*coal gas. 

Iv ihould be noted, however, that the amount o#» keai 
radiated from such flames is considerably greater (about one 
and a half time!) than that from the flame of a Bunsen burner 
consuming the same amount of, gas, although, of course, the 
total amount of heat produced by the coniDustion of, a given 
quantity of gas is quite independent of the type of flame pfb- 
duced, provided that combustion is complete. 

The effect of the presence of benzene, vapour on •the 
luminosity of coal gas may be illustrated by meaiTs of the 
apparatus .«5hown in* tlfe diagram. Fig.* 1 7, B. 

In this apparatus the glass tubes C a^d D are packed 
loosely with cotton wool. 

Batswine or fish-tail burners are attached to ®and D at^he* 
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upper 'ends, and the gas is supplied to the apparatus by means 
of a T tube. ^ 

»\Yhen flames of equal size have been obtained, by regulating 
the screw clips E and F, the gas is turned off and the rubber* 
bung at the upper end of one of the tubes C or D is removed. 
A few drops of benzene, CjHg, are then allowed to drop on 
the cotton wool in this tube. On re-lighting the gas jqts, it 



will be found that the gas containing the benzene vapour burns 
\Wth increased luminosity. 

Conversely, coal gas which is passed through absorption 
towers containing pumice moistened with fuming sulphuric 
acid (see p. 207), is entirely devoid of odour, aind burns with 
a practically non-luminous flame. ' ^ 

It should be noted that the removal of benzene, tcAuene, 
etc., from coal gas causes a-diminution of the calorific power 
as well as of the illuminating power of the gas. 


The Bunsen Flame. 

It is well known that in the production of this flame, a cer- 
tain amount of air is mixed with the coal gas before combustion 
is effected. This primary air (about two volumes of air to one 
va^ume of coal ps, see p. 216) is drawn in owing to the fact 
•that the gas enters the burner through a fine hole, and conse- 
quently at a high velocity, thus causing a slight ^liminution of 
pressure Clear the air hole of the burner. 

The construction of a Bunsen ]purncr ‘and its. method of 
action is illustrated by means of the apparatus shown in thfc 
(diagram, Fig^ iS^ . 

I wis a glj^s tube about 3 Yt. (100 cms.) long and i 
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^ 2 ^ cms.; mrernai diameter. A glass tube, drawn out t<5 a fine 
jet, serves to introduce the coal gas, and a movable cork is 
pl§c^ on this tube. 

® By sliding this cork up and down it is possible to regulate, 
the amount of primary air introduced When no primary ahr 


is admitted, it will be found that the gas 
burrv? at the top of the tube with a large, 
irregularly shaped, luminous flame. 

By slowly lowering the cork on the 
gas inlet tube, air is allowed to mix with 
the gas, and the flame at the top'of the 
tube A gradually assumes the appear- 
ance of an ordinary non-luminous Bunsen 
flame. 

By diminishing the supply of gas, by 
means of a screw clip on the rubber gas 
supply \ube, it will be n«t\ped that the 
inner cone of the flame becomes smaller, 
and that when the ratio of gas tc air in 
the tube A reaches a certain value, fhe 
flame strikes back and the gas burns at 
the inlet tube. When this happens the 
gas should be immediately turned off. 

The explanation of this phenomenon 
is as'fo'iows; Partial combustion of the 
^oal gas, due to the admission of the 
primvy air, takes place at the surface of 
the inner cone of the flame C. In the 
region marked B there is a mixture of 
unburnt gas and priman^ air. 

, Tbe iiitftr-conal gas D consists of a 
mixture of carbon monoxide, hydrogen, 
carbon dioxide* water vapour and nitro- 
gen. No free oxygen is pres^n^^. 

Complete combustion with the forma- 
tion of carbon dioxide and water takes 



place at the surface of the outer cone E. ^ * 

When the inner cone remains stationary, the velocity of 
the gaseous mixture issuing from thf tube A, is eqtal to the 


initial rate of prcJpagatiyn of the •combustion through the 
particular mixture of coal gas and air leaving the tube A. 
When, hoviweF, the amount of coal gas, relative to the amount* 
of air is^dinjinished, a more explosive mixture i^obtained^nej, 
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the vefocity of the mixture leaving the tube A is now less than 
the initial rate of propagation of combustion through the mix- 
ture the explosion then travels down the tube and thp gas 
byrns at the inlet tube. The combustion, however, under*' 
these conditions is not complete, as is shown by the objection- 
able smell noticeable when a Bunsen burner “ stakes back”. 

For example, the presence of acetylene, C^Hg, in therpro- 
ducts of this incomplete combustion may be shown by aspirat- 
ing the products of combustion through a solution of cuprous 
diloride containing ammonia, when a red precipitate of cuprous 
carbide (or cuprous acetylide) is produced, ‘ 

. CugClg + C2H2 -> CU2C2 + 2HCI. 

The experiment may ^Iso be carried out by simply holding 
an inverted gas jar for a few seconds over a Bunsen burner, 
which has been allowed to “ strike back,” and then shaking up 
the gas so collected with a soluJiQ’si of ammoniacal Cuprous 
chloride. 

If instead of a tube of uniform bore A, Fig. 18, a tube 
having a constriction nfear the top is employed, it is possible, 
by careful regulation of the supply of gas entering the tube, 
to arrest the descent of the inner cone at the constriction of 
the Wibe. The reason for this is that, at the constriction, the 
upward velocity of the gaseous mixture is greater than at the 
open end of the tube, and is also greater than the initkl rate 
of propagation of the combustion through the gaseous mixture, 
in the tube. This phenomenon of the separation of tl^p two 
cones of a Bunsen flame is illustrated by means of the Smithells 
flame separator, see p. 217. 

The phenomenon of “ striking ba(ck ” of ^ flame will also 
be illustrated by means of various lecture experin\pncs. ^ , 

The greatest amount of primary air which can be intro- 
duced into an ordinary Bunsen burner, without causing striking 
back, is about two volumes of air to one volume of coal gas, 
whereas for the complete combustion of coal gas the volume 
of»air required is approximately five times that of the gas 
t)urnt. If, however, the burner’ be fitted with gauze to pre- 
vent striking back (see experiments with wire gKuze, p. 218), 
the amount of primary air may be increasedT to the extent of 
three-fifths or four-fifths *of the total amoimt of air required 
for combustion. 
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The Smithells I^lame Separator. ’ , 

« 

» T^he separation of the inner and outer cones of a B^iiisen 
Aflame is well illustrated by means of this apparatus, the con- 
struction and mode of action of which is as follows : — 

Two glas^ tubes of different diameters, one of which can be 
mo\^d up and down inside the other, are. joined by means of a 
piece of wide rubber tubing A, as shown in the diagram, Fig. 
19. ^ The inner tube is kept in a central position by means of 
a brass ring B. The open ends of both tubes are • 

0 fitted with short lengths of metal foil. A 

A mixture of coal gas and air is introduced 
into the inner tube by means of a T tube, one 
limb of which is attached to the gr.s supply, and _ 
the other to a supply of compressed air obtained 
by means of a water blower. The inner tube 
may^ however, be attached* directly to a Bunsen 
burner having a l^ge hole for the admission of M 
primary air. — 

The proportions of air and gas are then ad- 
justed, so that the initial velocity of propagation ' ^ 
of the flame, through the mixture entering the ^ 

inner tube, is greater than the velocity of the 
gaseous mixture leaving the outer (wide) tube, 
but tban that of the mixture Icavjng the inner 
• tube. When this is the case, the inner cone rests 
on the top of the inner tube, and the outer cone A 

on the outer tube. ' | 

By means of a side tube the gas between the I 
cones can be drawn caT and its composition de- A * 

teniyned. It is found to consist of carbon mon- , H 
oxide, carbon dioxide, hydrogen, water vapour 
and nitrogen l[from the primary air). "fiTT" 

No free oxygen is present, §o that no combus- 
tion is possible between the inner cone apd the surface of ttle 
outer cone of a Bunsen flame. ^ • 

The gaseous mixture, however, between the two cones IS 
at a high^ teftiperature. , • 

At the surface of the outer cone carbon mom>xide a*nd 
hydrogen^ are cotnjJleteJy oxidised to carbon dioxide and 
water. 
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* Ftirthtt* Experiments to Ittastrate the Structure of 
Bunsen Flame. 

It ’may be shown, by very simple experiments, thatfthfe 
oojmbustion, due to the admission of primary air, takes place at 
the surface of the inner cone and not throughout the whole of 
this region. 

1. A match supported vertically in tfie tube of a Budsen 

burner by means of a pin, so that the head of the match is 
about 2 cms. above the end of the burner tube, is not ignited 
when the gas from the burner is lighted. ^ 

2. If a piece of cardboard, on which red mercuric iodide* 
has been rubbed, or a piece of asbestos paper, is placed for 
a few seconds (a) vertically in the flame, (b) horizontally in 
the inner cone of the flamd, vertical and horizontal sections of 
the flame are obtained. 

The colour change in the case of the asbestos paper-^Is due 
to the carbonisation of the oil in fhe mate/Ial. 

Although combustion only takes place at the surface of 
the two cones, the portic'n between the two cones changes in 
colour owing to the high temperature of this region. 

^ The Action of Wire Gauze in Arresting the Progf'ess of a 
Flame . — This phenomenon, which is made use of in the con- 
struction of many types of gas burner, may be illustrat^cl by 
placing two pieces of wire gauze, one above the other and 
about one inch apart, over an unlighted Bunsen burner. On * 
turning on the gas this may be lighted {a) below the Ibwer 
gauze and above the upper at the same time ; {f) between the, 
two pieces of gauze only. ‘ 

* The explanation usually given is that, owing to conduction 
of heat^ by the gauze, the unburnt gas passing throu^ is 
cooled below its ignition temperature. 

It will be noticed in the experiments described above, that 
wjjpn the gauze becomes red hfot, the flame usually passes 
through. € 


Incandescent Gas Burners. 

•The aipplication of Jthe Bunsen flame Tor purposes of 
• illumination, in the so-calted incandescent fighting hy means 

* Mercuric iodide (r/i) when heated is changed to a ye11ow«modification ctf 
«feke substance. This yellow substance is,JiQwever, easily r€:converte4«int0 
'T^d mWilicjition si Jjj>ly by friction, 
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Of upfigftt and inverted burners, is well known. Numercftis 
different types of both kinds of burners are in i\?e. The 
main object is to get a flame of as high a temperature as pos- 
sible, and to adjust the shape of the flame so that the mantle 
just fits on its outer edge. The higher the temperature of the 
mantle, the greater is the amount of light emitted by it. 

Upright Incandescent Burners. 

In the upright burners the gas passes through fine holes C 
in the base of the burner. Fig. 20, at a high velocity, whifih 
causes an inrush of primary air. The gas mixed 
with this air passes through a gauze or grid, which 
ensures proper admixture and prevents striking 
back (see p. 216). 

If too much primary air is admitted, roaring is 
produced, and on most burners there is a simple 
device for diminishing the*amount of primary air 
which is introduced. 

To examine the construction of an upright in- 
candescent burner, remove the mantle carefully 
from the mantle rod by means of a piece of wire or 
a long pin. The mantle is then suspended inside 
the lamp chimney. 

Remove the upper part of the burner which fits over the 
tube A. Unscrew the tube A at B,«ind clean out the small 
• holes C by means of a pin. Note the primary air inlet holes 
D. •Clean the gauze of the burner by means of a brush, after 
removing the mantle rod. Replace the burner and examine 
the flame. Turn off the gas, replace the mantle and adjust 
the 3uppy of gas and ’primary air until the best light is ob- 
tained. 

As much j)rimary air as possible should be allowed to 
enter the burner, otherwise there is the possibility of a deposit 
of soot on the mantle. 

It is, of course, a matter ot common experieive tnat a 
better light is often obtained with an inoandescent burner 
when the g^s supply is slightly reduced. 

Imertcd Incandescent Burners. 

The chief advantage of the inverted^burner is that the 
shadow of !h^ burner is projected ugwarlis, ^d not down-^ 

wards %s in the upright burner. One of the drawbacks Ip all 

r 
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invertecUncandescent gas burnfers, howevei^, is that the hgt 
products combustion pass up over the burner, which is, 
theroJby corroded. 

On the other hand, the mixture of gas and primary air 
in “che burner is heated, thus effecting an economy of heat, as 
in the so-called regenerative burners. , 

In these inverted incandescent burneno various devjcesrare 
employed for regulating the gas and primary air supplies. 
Usually there is a fine adjustment for the gas supply, „the 
construction of which is shown in the diagram, Fig. 21. 



1 

^ Thei,plug A may be raised or lowered by means of a screW' 
B. The* primary air inlet is shown at D, the gauze at C, and 
the mantle at E. 

In other types of inverted burners there is no fine adjust- 
mdht for the gas, which enters the burner through a series of 
fine<ioles,*as in tlje upright burner. 

To obtain the most suitable flame for an inverted burner, 
^adjust the ga*s and^ir supplies, after removing the ftiaptle, until 
c the'length^of the inner qone of the flame is approximately 
<twice the diameter of the ''nozzle of the buAier, ancj the gas 
burns without noisa^ ^ 

As in the case ^f the uprigh^ burner, the fame obtained 
Wforc die maf^He is in position should be perfectly non- 
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luminous, or a -deposit of ^oot will be obtained ^on the 
piantle. • 

♦ ^Vhen replacing a globe of an inverted burner, the screws 
supporting the globe must be left slightly loose to allow for 
expansion. 

A compjjrison of the amounts of gas consumed by a bats- 
wing and an incandescent burner should be made by means 
of the experimental meter, and a comparison made of the in- 
tensity of the illumination obtained with the two flames, by 
means of a simple photometer (see textbooks on Physics). » 

The Illuminating Power of Coal Gas. 

For the official method of testing coal gas for illuminating 
power see “ Notification of the Gas Referees,” 1918, p. 5. 

connection with the use of coal gas for purposes of 
illumination, the terms ^'^apdle power ” of a flame and of a gas 
require some explanation. 

The unit of illumination (i candle power) is that obtained 
from a standard sperm candle, of which there are six in one 
pound, burning at the rate of 1 20 grains in one hour. For 
practical purposes, however, the Harcourt pentane lamp, wjjich 
has a candle power of ten, is usually employed. 

By a flame of x candle power it is understood that the 
illuminating, power is equal to that o^" standard candles. By 
a coil gas of y candle power it is understood that the gas is 
burnt at a specified rate (5 cub. ft. per hour, measured at 
60° F. and 30 ins. of mercury and saturated with water vapour) 
in a standard, Argand lamp, and that the flame produced has 
an Illuminating power*equal to that of/ standard candles. « 

The Illuminating power of coal gas, as supplied before the' 
war in various parts of this country, varied from 13 to 20 
candles. ^ 

With a flat flame burner (Jirh-tail or batswing) the illumina- 
tion produced with coal gas, as at preseift supplied, is pfbb- 
ably less than 2 candles per cubic foot of gas burnt per hour, 
whereas with an upright incandescent burner an efficiency's 
high as 15 fo 23 candles per cubic foot of, gas burnt ma)^ be, 
obtained. Thus, on this basis with an average cdal gas,’ an 
ordinary uprightf iilcandescent bufner, consuming 6 cub. ft< 
of gas per hour, would give a flame of fr^ 6 x 1 5 * 90 to 
6 X 2 ? 1 candle power. With an ii^ertod incandesce»l» 

burner a still higher efficiency is obtained. 
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Until quite recently it was necessary that coal gas should 
conforin tb a legal standard as regards illuminating power ; in 
vieN^, however; of the general adoption of .mcandescent lighting,, 
aqd the necessity for the removal of aromatic hydrocarbons 
from the coal gas for the manufacture of explosives, this 
restriction has been largely removed. It is proba 61 e, however, 
that a standard of calorific power (see {>. 234) will *be 'Sub- 
stituted for it at a later date. In this connection it should be 
noted that at the present time, if the gross calorific power of 
tHfe gas is not less than 450 B.Th.U. (113 Cal.) per cub. ft, 
the test for illuminating power may be omitted. 

The Pressure at which Coal Gas is Supplied. 

In connection with the use of coal gas for purposes of in- 
candescent lighting and for heating, the pressure (i.e. the ex- 
cess of pressure over that of the atmospherp) at 
which the gas is supplied is a matter of con- 
siderable importance. The amount of primary 
Jj~ air drawn into the burner is dependent on the 

J ^|- velocity of the coal gas which enters, and this 

“ if velocity obviously depends on the pressure of 

^ the gas. This pressure may easily be measured 

^ ^ by means of a U tube containing water shown 

in the diagram, F'ig. 22. • . ^ 

Fig. 22. "^he U tube carries a T tube, one limb of • 

which is attached to the gas supply and the other 
fitted with a short length of rubber tubing carrying a screw- 
clip. 

* Turn on the gas and close the sci*ew-clip on thp rubber 
^ tube Ar- The difference in level between B and C gives the 
pressure of the gas in inches of water. This pressure usually 
varies from 2 to 4 ins. 

In connection with the use of coal gas for incandescent 
burhers a;id gas firesj it is very essential that the gas pressure 
shotfld remain constant (see p. 224). 

For the pfficial method of testing the pressure at which 
^‘gas^ is supplied see “Notification of the Gas, Referees,” 1918, 
p. II. 

High Pressure Gas. — I^ithin the Past Tew years certaSn 
towns, gas has beefi supplied at pressures up tq 50 ins, of 
^tej fpr purposed of* street lighting, etc. < 5 wiifig ^0 this 
high t)ressurq^Vse gas enters the incandescent burner at a very. 
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high velocity, ancf the amount ‘of primary air drawn into the 
burner is sufficient for the complete combustion oT the gas, 
Af flp^me at a very high temperature is obtained and cdhse- 
quently the efficiency of the mantle is considerably increase^h 
Owing t 5 the high velocity of the gaseous mixture through 
the burner, striking back does not take place. 

With high pressure gas the illumination produced is often 
as high as 50 to 70 candles per cubic foot of gas burnt per 
hous. 


Incandescent Mantles. 

In the manufacture of incandescent mantles, a woven ramie 
fabric is first soaked in a solution of thorium nitrate containing 
I per cent, of cerium nitrate. After drying, the organic matter 
is burnt off and a skeleton of oxides, produced by the decom- 
position of the nitrates, »iSj obtained. This is treated with 
collodion (see p. ii«) for protection, and the collodion burnt 
off after the mantle is placed in position on the burner. 

The explanation usually given of ftie great efficiency of an 
incandescent mantle, consisting of a mixture of 99 per cent, 
thorium oxide and i per cent, cerium oxide, is that the particles 
of ceria, being embedded in a badly conducting mass of UfOria, 
become very strongly heated. These particles of ceria also 
appear to haye a catalytic action on the combustion of the 
,coal gas, which tends to raise their temperature. If, however, 
a larger amount of ceria is present, the catalytic action of the 
substance is more than counter-balanced by its loss of heat by 
radiation, ceria being a substance which radiates heat freely. 

For details regarding the manufacture of incandescenj; 
p'antles *sce “ Chemical Discovery and Invention ,^'n the 
Twentieth Century,” by Tilden (Routledge), and article on 
“ Gas Mantles, • Thorpe’s "Dictionary of Applied Chemistry ” 
(Longmans), 


GAS FIRES. 

In connexion with the use of coal gas iqr gas nres, 11? will 
be noticed that at the present time the most efficient gas fires 
consist of a series t)f*Bun^en jets, wHich a'ne surrounded by up- 
right, perforated fireclay tubes, or so-calle(\“ radiants”. The 
advantage of tWs arrangement is that Gompjete combustion of 
the gas'is ensured, which is not the case in ^^s fire vniere 
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the fla'mes are distorted by bklls of fuel, as in some of the 
earlier forms of these fires (see p. 231). ^ 

*Iq a good modern gas fire approximately 50 per cent^of 
^he heat generated by the combustion of the gas is obtained 
as radiant heat, 15 to 25 per cent, as “convected” heat and 
25 to 35 per cent, as flue heat,* whereas with the older types 
of gas fires the figures for heat radiated and convected ^were 
reversed. For effect of this on the relative humidity, etc., of 
the air of a room see page 182. 

*• The corresponding figures for an open coal fire, using a 
good modern grate, vary considerably ; they are, according? to, 
A. H. Barker, approximately as follows : — 


Radiation 
Convection . 
Conduction . 
Chimney loss 


25 per cent. 

5 )> »> 

^5 »» )> 

55 „ „ 


For a hot water “ radiator ” the figures w approximately : — 


Convection . ^ . . . 88 per cent. 

Radiation . . . . 12 „ „ 


With the earlier types of gas fires it was usual to attempt 
td counteract the diminution of the relative humidity of the 
air, due to the heating of the air by convection, by placing a 
bowl of water near the fire, but with the modern ga^^ fire, 
owing to the relatively ‘Small amount of the heaV appearing as 
convected heat, the provision of this water is unnecessary. 

The thorough admixture of gas and primary air In ap- 
propriate proportions, in order to obtain the maximum flame 
temperature and noiseless combustion^ is of gfeat importance 
in connection with the use of coal gas for gas fires^ and a ^arge 
amount of work has been done with reference to the design 
of burners for such purposes. It should be noted that if the 
burner is set, as regards admission of primary air, for a coal 
gas of a certain composition &nci density, and at a given pres- 
su®5, anf marked deviation from this composition and pressure 
will diminish th^ efficiency of the gas fire. 

In exailiining a gas fire, note the arrangement for the fine 
control of the gas supply, placed between the main' tap of the 
gas fire and the burner, *and also the method adopted for in-’ 
creasing or diminijjliing the amount bf primary air admitted. 

^ 4 * Fw method by V^hich these quantities of heat are det^minfcd iqr a gas fire 

^ec Report of Gg^Meating Research Committee (Proc. Inst. Gas Eng., 1509-1911). 
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A considerable amount of ^ork has also been done with 
' reference to the size of the canopy above the gas fir^, and the 
dotefpiination of the distance from the bottom of the canOpy 
^’to the top of the radiants, which gives the best results. If tl;e» 
canopy is*too near the radiants, too much air is drawn over 
them and thpy are thereby cooled Since the radiation of 
heaUfro^n a source varies as the fourth power of the tempera- 
ture of that source, it is obviously important to keep the tem- 
perajjure of the radiants as high as possible. 

If all the products of combustion of a gas fire are removed, 
oth€ amount of carbon dioxide in the air immediately adjacent 
to the gas fire canopy should not be greater than at a point 
four or five feet away. The determination of the carbon 
dioxide in air taken at these points,* will therefore give an 
indication as to whether or not the products of combustion 
are being efficiently removed. 

It should be noted that ki addition to the air drawn into 
the nue through th^canopy of a gas fire, a certain amount of 
air is drawn past the sides of the fire (jwing to the up draught 
caused by the hot products of combustion. If the outlet pipe 
attached to the canopy is carried a short distance up the 
chimney, it acts as an injector and the ventilating action of^he 
gas fire is thereby enhanced. 

Th^ Radiation of Heat from Flames. 

^Comparison of the Amounts of Heat Radiated fro 7 n {a) a Bunsen 
Flame^ ib) a Bunsen Flame surrounded by a Gas Fire 
“ Radiant ”. 

The fact that the an#ount of heat radiated from a Bunse» 
which, under ordinary conditions is about 12 p^r cent, 
of the total heat generated, is very greatly increased when the 
flame is surrourfced by a fireclay “ radiant may be illustrated 
as follows. [It is perhaps unnecessary to point out that the 
total amount of heat generated In both cas^^ is the saye, if the 
same quantity of gas is consumed, but it is the proportion of 
heat radiated to heat convected which is increased by the fire- 
clay radiant.]* 

Arrange two Bunsen burners to .give similar flames at a 
distance of about inc^jes apart. •The yiternal diameter of 
the Bunsen tubes should be about i '3 cmk If such burners 

* A sainnple of*^ for analysis by Pbttenkofer’s method in#such a oas^may* 
be taken by employing a small hand bellows or ball syringe 184). • 

15 
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are nof available, short length^ of brass tube of this diameter 
may be [Jiaced over ordinary Bunsen burners. ^ ^ ' 

•Svspend a gas fire radiant over one of the flames by mesyis 
of a piece of thick copper wire. When this radiant has reached® 
its maximum brightness, place a board carrying a thermometer 
with blackened bulb on each side of the board^ exactly mid- 
way between the two burners. The bulbrj of the thernjonvsters 
should be at the same height and approximately opposite the 
centre of the radiant. ^ 

' Note the time required for the thermometers on each side 
of the board to register a rise of 5° C. and the temperature, 
indicated by each thermometer after five minutes. It will be 
found that the thermometer exposed to the “ radiant/* at the 
end of a given time, registers a temperature which is consider- 
ably higher than that shown by the other. 

Instead of thermometers, tubes containing a lay^ of a 
mixture of diphenylamine, (4 parts), and para- 

nitrobenzaldehyde, C<jH4(N02)CH0 (i pafc), may be employed. 
This mixture when heated to lOO*’ F. assumes a deep red 
colour which disappears on cooling. If such tubes are em- 
ployed note the time for the red colour to appear in both 
cj^es. 

^fhe tubes containing this mixture are filled as follows : — 
Some of the solid mixture of diphenylamine and the nitro 
compound is placed in 9 test-tube and melted. . Another test- 
tube of slightly smaller diameter is then placed in this tube, so 
that the liquid forms a thin layer between the tubest On 
cooling, the red liquid forms a colourless solid. 

The amounts of heat radiated frcAn the two sources^ay 
also, of course, be compared by means of a thelmopile con- 
nected to a galvanometer. 


GErSSRS. 

^tjeysers are made eitner on the “ open ’* or ‘‘ closed ” (sealed) 
principle. ^In the former type the hot gases from the burner 
come into actual ^contact with the water, whereaS in the closed 
type the heat passes through a copper partftion to the water. 
The advantage of t/ie latter type i^ that, ?f the aj)paratus is 
suitably constructed, the geyser can be connected directly to 
!the^ water supply^, as in the sq-called “ circulators/’ and hot 
rfwatijr obtainectiin any part of the house, In the opefi ty^. of 
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apparatus the water must be delivered at a lower levfil than 
t$at at which it enters the geyser. 

* A vertical section of a Richmond “ Cam ” Geyser is sh«wn 
in Fig. 23. The arrows indicate the direction of flow of th& 
water. • 

In moderij geysers the gas is usually burnt by means of a 



series of flat flame burners. Many cases of carbon monoxTde 
poisoning were due to the employment of Bunsen^ burners in 
the earlier and badly ventilated types of apparatui As-w^l 
be shown later, if the inner cone of ,a ^Bunsen flame is dis- 
torted, carbon mdhcftcide, is found *amo^g the products of 
combustion of the gas (see p. 231). Anther advantage of 
the use of lumuiraus flames is ip connection v^ith the autpm^tic*' 
arrangerifent, which is attached to manv m«3ern e^evsWR.. 
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whereby the gas supply is cut down when the water in the 
apparatus has reached a certain temperature. With a Buifsen 
burner fitted with such an arrangement there is always a tend- 
^ency to strike back. 

Determination of the Efficiency of a Geyser. 

The value of a geyser will obviously depend on the extent 
to which the heat generated by the combustion of the gas is 
^ibsorbed by the water. 

The percentage of the heat generated, which is thus*ab 
sorbed, is termed the efficiency of the apparatus. 

This is determined experimentally as follows : — 

Note. — Before lightittg the burner of the geyser it is im- 
portant that water should he running through the apparatus^ and 
the gas must be turned off before the water when the experiment 
is completed. ^ ^ „ 

Allow the gas consumed by the burner to pass through an 
experimental meter (see p. 244) before it is burnt in the ap- 
paratus, and in this way determine the amount of gas (in cubic 
feet) consumed per hour. This may be found from one 
n\jnute observations on the inner large dial, Fig. 31'' (taking 
the' average of several readings), or by noting the change of 
reading of the dials during ten minutes whilst the gas is burn- 
ing* _ ' ■ 

Note the temperature at which the water enters and leaves 
the apparatus. 

Collect the water delivered by the apparatus in one minute 
in a suitable vessel, and find its volume by means of a measur- 
ing cylinder. Take the average of tlYree determina,tions. As- 
sumirtg the gas to have a certain calorific power"(see p. 242), 
all the data are now available for calculation of the efficiency 
of the apparatus. 

Example. , 

From a very small geyser the water was delivered at the 
,ra?e of i litre (r* i kg.) per minute, or 60 kg. per hour. 

e In tlje case of'a geyser which is already fixed in position, the amount of 
gas consumed per hour may bf* determined from readings taken by means of the 
small upper dial of the ^rdinarjr gas meter. With- a Small “ five light ” meter 
one revolution on this^ial represents 2 cub.' ft. (see p. 243). 'From the time 
taken for the consumption of this amount of gas, the hourly rjjte of consumption 
c may be calculated. will tbe obvious ;that during this ♦w.'ficriment the burner 
nnw the gey8e^*|j}U»t be the only one which is in use. 
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Jnitial temperature of water,‘'2i®C. 
• Final )) a it 5 ^ 


Rise of „ * „ „ 35" C. 

Consumption 'of gas, 662 litres per hour 

^ cub. ft. 22 cub. ft. „ „.(i cub. ft. « 28-3 1.). 

28*3 

The calorific power of the gas =* 120 Cal.* per cub. (t gross 
(see p. 237), as supplied to burner. 

^Heat generated per hour by combustion of gas * 22 x 126 

= 2640 Cal. 

Heat absorbed by water per hour, i.e. mass of water in 
kg. X rise of temperature = 60 x 35-2100 Cal. 

Out of 2640 Cal., 2100 Cal. ^re utilised in heating the 

water. 


.*. Out of 100 Cal., 


2100 X 100 
264b 


79*5 are utilised. 


Efficiency of apparatus = 79*5 per cent. 

The efficiency of modern geysers usually varies from 80 to 


90 per cent. 

It should be noted that the efficiency of a geyser will vary 
slightly according to the temperature at which the wareyis 
drawn off from the apparatus. The higher this temperature, 
the low k the efficiency. 

An apparatus constructed on the* same principle as the 
geyser having 100 per cent, efficiency (or more probably about 
99*5 percent.) is made use of in determining the calorific power 
of a gaseous fuel (see p. 234). 


Further Determinations of Efficiencies. 

As another Ixample on the determination of efficiencies, 
find by experiment the percentage of the heat generated at a 
gas ring which is utilised in heafing a given mass of water jn 
various vessels. 

Example, 

A pint of water (ij lb. or 567 gms.) was heated*in a heavy 
enamelled iron saucepan, fitted with a lid, from* 1 5® C. to 100® €. 
in eight minutes. 

♦ I Cal. {kil8g j.n. ....... to raise^, 

the temperj^urc of i kg. of water i® C. * 
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Thfe rate at which the gas ‘was burnt was 225 litres (7*95 
cub. ft.) per hour.* ^ 

Amount of gas burnt in eight minutes 

ss T . ^ = I -06 cub. ft. 

60 

Calorific power of gas - 120 Cal. per cub. ft.,(^mj). 

Heat generated by r 06 cub. ft. = I2(i x i*o6 = 127*2 Cal. 

Heat required to raise the temperature of 567 gms. (i pint) 
of water from I5°C. to 100“ C. « 567 x 85 = 48195 ca|pries 
=*- 48*2 Cal. 

Thus of 1 27 ‘2 Cal. generated, amount utilised in heating* 
the water^ alone f = 48*2 Cal. 

.*. Of 100 cal. generated, amount utilised in heating the 
water alone = ^ 100 = 38, or efficiency = 38 per cent. 

The experiment should be repeated, using the saucepan 
without lid, and using a thin alumfnium saucepan and pther 
vessels. 

In view of the fact that a large amount of gas is often 
wasted by having too large a flame at a gas ring, with the con- 
sequent escape of partly burned gas, which not only’has an 
objectionable smell, but also contains carbon monoxide, some 
of these experiments should be repeated, using a yery^ large 
flame, and the results compared with those previously obtained. 
By plotting efficiencies against gas consumptions for a giveif 
gas ring, the curve obtained will show under what conditions 
the maximum efficiency is obtained. 

It will be seen from the results of these experiments that 
Only a small portion of the heat generated at the burrjer is 'ised 
in actitally heating the water. * * 

With an electrically heated kettle the efficiency varies from 
about 60 to 85 per cent, according to whether the “elements" 
are in a hot plate, or in the body of the kettle, but in comparing 
gas and electric heafting the relative cost of gas and electricity 
pmst, of course, Also be taken into account (see p. 263). 

With a f.oal fire it is very difficult to estimate Jhe efficiency ; 
for Example, in boiling a kettle, if a fire were lighted especially 
for this purpose onljiabonjt one or two per cent, of the h^t 

* Instead of using /special meter for this purpose, the experiment may be 
^performed with t^e ordinary household appliances, taking the itading of tbc KBS 
Vonsiimption fron^the imall tipper dial o# the gas meter as^xplained on p. 243.. 
, t i.e. neglecting the water equivalent of the containing vessel. * / 
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generated would probably be used in heating the •water, * 
wHfereas if the fire is already burning the efficiency 0/ the pro* 
ce^s may be regarded as anything up to 100 ppr cent., s^nce 
putting the kettle on \hQ fire, in this case, does not increa'se the 
consumption of coal. 

4s ^ further exar^ple on efficiencies it is of interest to cal- 
culate the weight of coal required, theoretically, to heat the 
water contained in a bath of given dimensions. 

the bath (5x2 ft.) is filled with water to a depth jf 
I ft., the volume of water required =10 cub. ft. == 283 litres 
- 280 kg. (approximately). 

If the initial temperature of the water is 10” C. (50'^ F.) and 
the temperature of the water in tl^ve^bath 38° C. (ioq'’ F.), the 
rise of temperature is 28° C. 

Agfiount of heat required for heating 280 kg. of water 
through 28° C. “ 280 x« 28^= 7840 Cal. 

ff the calorific pjwer of the coal used is 8000 Cal. per kg. 
(see p. 257), rather less than I kg. (2*2 lb.) of coal is thus all 
that is required, theoretically, for he*ating the water. It is 
hardly necessary to point out that in actual practice a quantity 
of coal considerably in excess of this amount would be required. 
For further information re efficiencies, etc., see artl:l< 3 ^ in. 

“Nature,*’ 1915, p. 490, by A. H. Barker. 

• • 

• • 

‘detection and determination of carbon mon- 

CfXIDE in the products OF INCOMPLETE COMBUS- 
TION OF COAL GAS. 

As mentioned previously in connection with the use of coal 
gas* for gds fires and geysers, carbon monoxide will be present 
among the products of combustion of coal gas, if the inrfer cone 
of a Bunsen flatfte is distorted by any cold, solid object. If the 
temperature of the object is^below that of the flame (about 
1500® C.), as is the case when a Bunsen flame is employec^to 
.heat a vessel containing water, the temperature of* thecas 
immediately in contact with the object is ‘Educed below the 
ignition point, and so unburnt gas escapes with thtf products of 
combustion. 

Heat a round-bottomed flask containing cold water directly 
(i.e. without gauze) by nJeans of a Bun^ burner, and place 
the flask at 5uc(j a height above the burner that ^he inner conj^ 
of the flam 4 is slightly distoVted. Collec# skfwly a 'sa^iple 
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(l *litre^ of air from above the flask, by meaniof a large inverted 
funnel placed over the flask and attached to a set of aspiratfcrs 

(see P. 195). , , 

The aspirator bottle to which the invei*ced funnel is attached^ 
(s' full of water at the commencement of the, experiment, and 
is supported above the other. By opening the clip on the 
aspirator tube the air is drawn in. ^ ^ , 

This sample of air is then tested for the presence of carbon 
monoxide,* by making use of the fact that iodine pentoxide, 
I2O5, heated to 1 30^* C. is decomposed by carbon monoxi 5 e as 
fo*ilows : — 

^ 2^5 + 5CO -> 5CO2 + I2* 

The reaction may be made use of not only for the qualita- 
tive detection of carbon monoxide, but also for its quantitative 
determination. The reaction is extremely delicate, and it is 



claimed that as little as l part of carbon monoxide in 40,000 
parts of air may be detected by means of the test when only 
I litre of air is taken for the experimentf 
• The apparatus employed for the t6st is shown ip the dia- 
^ gram, ftg. 24* The gas under examination is cbntained in* 
the aspirator B. 

Before the gas passes through the U tube F containing 
glass beads and iodine pentoxide, it is freed from unsaturated 
hydrocari^ons, sulplfi^r dioxide and other reducing agents which 
woiftd liberate iqdine from heated iodine pentoxide. The 

* If the saiftple is likely to contain an appreciable quantit/of carbon mon< 

** oxide, nipre than i per cent., the gas could be analysed by means of the 
c Hempel apparatus, as in the of coal gas (p. 207). 

« t The iodine pentoxidyi:.sed ifi the experiment Bhot.ld*oe tested to make sure 
that it does not contain ai^ free iodine and does ^lot decompose spofitaneously at 
the temperature to be employed in the test. This is carried o^t by passing a 
stream of air^rom the outside through the apparatus, Isefore the aspirator 
' containing the sample to be tested is attached. '' 
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removal of these •substances rs effected by passing Mie gas 
thfough a U tube C containing pumice moistened withtsulphuric 
agd, and another U tube D containing solid potassium 
'hydroxide. The caflstic potash also removes carbon dioxid^ 
from thecas, so that the presence of carbon dioxide in the gas 
leaving the U tube F, containing iodine pentoxide, is an in- 
dication of the presence of carbon monoxide in the gas under 
examination (see equation, p. 232). 

The small wash bottle E contains concentrated sulphuric 
acid. • ' 

« The test tube G contains a small amount of a 2 per cent, 
solution of sodium hydroxide. Any iodine liberated from the 
iodine pentoxide is retained in this solution with formation of 
sodium hypoiodite and iodide. , 

The oil bath containing the iodine pentoxide U tube is 
heated to 130" C., and the gas is passed very slowly through 
the apparatus (at the rat» of^about i litre in an hour). 

The level of tht liquid in the aspirator bottle, B, at the 
commencement; and end of the experiment is noted, and the 
volume of air which is tested (about l ’litre) is thus measured. 

The temperature of the oil bath must not be allowed to 
rise appreciably above 130° C., as above 165'' C. the iodine 
pentoxide will begin to decompose spontaneously, and 4 ny 
hydrogen in the gaseous mixture might reduce the iodine 
pentt)xid(?. , 

• Before commencing the experiment the apparatus is 
tested to make sure that it is gas-tight. This may be done 
by closing the exit tube from G, when, on opening the screw 
clip on the rubber tube between the aspirator bottles, no 
stieam of gas should f)ass through G, or through the small 
jrvash boitlc E containing concentrated sulphuric aci^. 

When a sufficient volume of gas has passed through the 
apparatus, the test tube G is disconnected. About 0 2 gm. 
of sodium nitrite is added to^t^e sodium hydroxide solution 
and then dilute sulphuric acid until the* •liquid is just aeid. 
20 C.C. of chloroform are then added and the mixture shjfken 
' vigorously. * 

A pink coloration in the chloroform ejjtract 'denotes the 
presence of iodine, which has been liberated by thS action’of 
the carboi^ monojTidt: onjthe iodine ^Dent^ide. 

The amount of iodine which has be^ liberated may be 
determined fey transferring tlje chloroform ^extKict to^a stop< 
oereH hRttle aff-ftr washinpr in a seoaratin? fuaoel with a small 
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quantity of a i per cent, solution of sodium bicarbonate to 
remove sulphuric acid, and titrating with N/ioo sodium thSo; 
"sulphate solution, using starch as indicator. After each adcjj- 
^ion of sodium thiosulphate the mixture '’must be thoroughly * 
sHaken. •’ 

From the volume of sodium thiosulphate solution required, 
the amount of iodine liberated is calculpted in the qrdinary 
way, see p. 137. From the equation on page 232, it will be 
seen that the liberation of 2 x 127 gms. of iodine corresponds 
tq 5 X 22*4 litres of carbon monoxide at N.T.P. Knowing the 
volume of air tested, the percentage of carbon monoxide in the c 
air is thus found. 

The amount of iodine present may, however, be determined, 
approximately colori metrically, by treating a measured volume 
of a standard solution of potassium iodide (0*1 gm. per litre) 
with sodium nitrite and dilute sulphuric acid, followed by ex- 
traction with 20 c.c. of chloroforn\ • 

The colour of the chloroform extract i^ compared with 'that 
obtained in the test The amount of the standard solution of 
potassium iodide employed is varied, until the colour of the 
solution of the iodine in chloroform is the same as that in the 
test experiment. From the amount of potassium iodide re- 
quired, the amount of iodine liberated by the carbon monoxide 
may be calculated. 

DETERMINATION OF THE CALORIFIC POWER OF COAL* 
GAS BY MEANS OF THE BOYS GAS CALORIMETER. 

[A full description of the apparatus and method of using 
it is given in the “ Notification of the Gas Referees for 19^8,*’ 
and in, “The Calorific Power of Gas,” by J, H*. Coste (C.« 
Griffin).] 

The general arrangement of the apparatus is shown in the 
diagram. Fig. 25. The gas pafSfis through a wet meter A and 
a g\)vernor (pressure* regulator) B to the burner of the calori- 
meter C. The meter described on page 244 may be employed 
fdr this purpose revolution on large dial = 2*5 litres), but 
in thf official metjiod of testing a meter is employed in which 
one revolution of the mfiter hand denotes the passage of ^ 
cub. ft. (2*36 litres), iSie dial being d^^ided fhto loc^ divisions. 
The use of the ^vernor B is to ensure that the pressure of 
dihe gas, as sup|)He(j|[ to the burner, remains constant, that is^ ^tbe 

eras ^5 burnt at a iimTnrm rat#* 
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The Gas Governor. 

The construction of this part of the apparatus and its mode" 
of ac^i6n is illifstrated by the diagram, Fig. 26. ‘ r 

*' ^ Tl\e inverted bell or gas holder E is suspended jn water 
from one end of a beam, which rests on a knife edge at K. 

The gas enters the belk by the pipe 
shown at D. ^ The upper ^nd' of 
this inlet pipe can be closed parti- 
ally, or completely by means 6 f a 
conical plug F attached to the beJJ. 

It will be seen that as the bell rises 
the inlet becomes closed, and is 
opened as the bell descends. The 
Outlet pipe from the bell is shown 
at G. If the gas is unable to escape 
from this ojitlet pipe to the burner • 
as fast ^s it enters through D,*the 
bell E and plug F rise so that the gas supply to the bell is cut 
down. If on the other hand, the gas supply through D should 
diminish momentarily, the bell and conical plug F fall, and 
more gas is allowed to enter the bell. In this way th& pres- 
sure^of the gas leaving the outlet pipe is kept constant. 

Before the apparatus is used, water should be poured 
round the bell (by removing the cover L, with the»gas inlet 
closed and the outlet open) until it flows from* the hole at H, 
which is then closed by means of a screw plug. 

The Calorimeter. 

The construction of the gas calorimeter C is shown in 
^section in Fig. 27. 

The main features of the instrument are as follows : — 

The cold water from the constant level arrangement (see 
Fig. 28, p. 238) enters at O and^ passes through a coil of metal 
pip% covered with oqils of wire to facilitate the absorption of 
heat^ rourfd the outer part of the apparatus to the lower part. 
It«-then passes upWards, through a similar coil joined to the 
forme/, round the chimney of the calorimeter iflto a mixing 
bo?t K, and then to the outlet P. 

The inner and oyi^r coils are separated ♦■by a partition Q 
containing cork dust/Tor purposes of neat insulation.* 

^ The produGts of cogibustion first pass np ’chimney E, * 
and theh dowrf\xa/ds over the inner coil, through which the 
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water is passing, and finally in an upward direction tver the* 
pifter coil, thus leaving the calorimeter by the holes in the wooden 
c^^er at practically the same temperature as that pf the incoming 
water. The lowest ‘turns of the coils of metal pipe through 
which the water* is passing ^re immersed in water, which' is 
poured in through one of the air outlet holes at the top of the 
apparatus until it flo^vs from the pipe F.- The water, produced 



Fig. 27. 

by the combustion of the hydrogen and hydrogen compounds 
in the gas, condenses and mijc^s with this water. 

In this way the gross, or maximum, calorific power of# the 
gas is obtained (see p. 241). * » 

The temperature of the water at the ihlet and outlet* is 
taken by nrf^ans of thermometers graduated in* tenths of a^ 
degree centigrade. The temperature of. the gases leaving 'the. 
calorimeter is taken means a\^ ordinary Fahrenheit* 
thermometer. \ 

The aif required for cpmbustioq enters .the apparatij^ 
through holes round the edge of the woodjif base R. * The 
metal Jase plate of the calorimeter is kc]^ lyl^htly polished 


80 ,^ 
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'to pretent leakage of heat through the 'base of the ap- 
paratus. « * , 

\t is important that the water should pass through the 
calorimeter in the direction indicated, otherwise the products 
of combustion will leave the apjiaratus hot r.nd -an 'incorrect 
result be obtained. 

The latest form of the apparatus has a change-over, funnel 
fixed to the wooden cover, by means of which the water leaving 
the apparatus may be allowed to run to waste, or be direjfted 
in^o a measuring cylinder. 

The apparatus is very conveniently arranged so that the 
wooden cover to which the water coils, etc., are attached can be 
lifted off from the metal body containing the chimney. This 
part in its.iturn is simply Ij^fted off the base vertically, and by 
examining the instrument in this way certain details of con- 
struction become at once apparent 

[Note. — On no account must the calorimeter .be re-assembled^ 
IF THE GAS IS BURNING, unless a streanf of water is flawing 
through the apparatus., and water has been poured in until it 
flows from F, Fig. 2^.] 

The Constant Level Water Supply Apparatus. 

The construction of this part of the apparatus is shown in 
the diagrams. Fig. 28. 



The inlet X is a^ached to a maih water supply tap, and 
^e rate of flo)^ of watef from this tap adjusted ^ that some 
* wateA' pztsses o^r iSie weir to waste through Y. The* outlet 
Zi attacht(^ ^bethe inlet of the calorimeter, is on th^ same 
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side of the weir as ihe inlet pipe X. If water is always flowing 
ovd" the weir, a constant head of water for the outflpw to the 
c^orimeter is maintained, which thus ensures ^ uniform ^-ate 
•of flow through thQ ihstrument ’ 

The rate of flpw of waters through the calorimeter shoultif 
be such that not less than 1600 c.c. pass through in four 
mini^te^ and*not mo^e than 2400 c.c. in five minutes. This 
rate may be adjusted by altering the height of the constant 
level apparatus above the sink, or by placing in the inlet rubber 
tube of the calorimeter a piece of brass tube, one end of which 
,is«closed by a diaphragm containing only a small hole. It 
should be noted that if the thermometers are placed too low 
in the inlet and outlet tubes, the flow of water Is unduly 
restricted ^ , 

Method of Using the Apparatus. 

. After having remove^ the lid and body of the calorimeter, 
thecas jets may be, lighted, and the gas supply regulated so 
that the large hand of the meter makes one revolution (2*5 
litres) in from ^5 to 75 seconds. [The official rate is iV cub. . 
ft. (2 '36 litres) in 60 to 75 seconds.] When the gas supply 
has been regulated to this rate, the body and lid of the calori- 
meter may be replaced, provided a stream of water is f ^vdng 
through the instrument, and water has been poured in through 
one of the xiir outlet holes until it flows from F, Fig. 2 y. 

^ The apparatus is now allowed to reftiain undisturbed for half 
an h^ur. At the end of this time it may be assumed that all 
the heat produced by the combustion of the gas is being ab- 
sorbed by the water flowing through the apparatus.* 

»)\Vhep. the large hand of the meter is approaching the zero, 
\dkc the temperature of the inlet water, and when the^iand is 
exactly passing Ae zero, move the funnel, into which the water 
leaving the calorimeter is flowing, so that the water is delivered 
into the large graduated cylifldfer standing in the sink. Note 
the time exactly at which this is done. Allow the large hand 
of the meter to make complete revolutiorie (10 litres ofg|S 
burnt), taking the temperature of tne inlet water* after every 
complete revolution, and the temperature of the oytlet Vater ^ 
after every half x^vo\\xt\on. • * V 

When®the meter haad passes the z^ito at the end of the ^ 
fourth revolution, move the funnel so that trie water leaving the 
calorimeter is (Erected into the sink. 'NoU th« time ^exactlj* 

* Ste, however, corrections to be applied, p.^^. 
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and sofcalculate the time taken-for the test. . (See net calorific 
power, p4 241.) '' 

Jake the average of the temperature readings of both t]je 
inlet and outlet water, and note the volifm^ of water coflected 
ifi the large cylinder. [Note thevreadings of fhe thermometers 
showing the temperature of the effluent gases from the calori- 
meter and of the gas in the meter. Talkie the reading of the 
height of the barometer in inches (to the second decimal place), 
and the reading of the wet- and dry-bulb thermometers of the 
ventilated hygrometer (see p. 241, and “ Notification of* the 
Gas Referees,” 1918, p. 27.]* *• 

All the data are now available for the calculation of the 
gross calorific power of i cub. ft. of the gas as supplied to the 
burners, or by applying various corrections, the gross calorific 
power of I cub. ft. of the gas, measured at 60° F., under a pres- 
sure of 30 inches of mercury and saturated with water vapour. 

The difference between the /ivarage temperature of the 
inlet and outlet water multiplied by the number of cubic 
centimetres of water collected during the tes^t will give the 
number of calories produced by the combustion of 10 litres of 
the gas.f This value divided by 1000 gives kilogram calories. 
From this calculate the heat evolved by i cub. ft. (2 8’'* 3 litres) 
of tiie gas as supplied to the burner. 

Example, 

Average temperature of outlet water, 34*85® jO. * 

„ „ ’ „ inlet „ 15*15® C. 

Rise of temperature, 19*7® C. 

Volume of water collected, 2105 c.c. 

Heat generated by 4 x 2*5 (= 10 litres) of gas = 2105 x 19*7 

414685 calories = 414*7 Cal. ♦ 

.*. Heat generated by i cub. ft. (28*3 litres) 

^ 28*^ 

= 414*7 X « 117*4 Cal. 

10 

= 117*4 X 3*0^8 - 468*2 B.Th.U.t 

J Thesd readings are taken if the corrections noted on p. 241 are to be 
anplied. , 

t Although it would be more accurate to weigh the water for this calculation, 
it is usual to nlfea^-ure its volume. • 

* I Cal. j(kilograirt-calorie) = 3*968 British thermal y nits (B.Th.U.). This 
t is arrived at as follows : — ' e 

I I Cal. would raise tl^tempfcrature of 2*2046 lb.» (i*kg.) of water i® C. or 
1*8® F. A • ^ ’ 

,*. I Cal. would raise the temperature of 2*2046 x i*8 = 3^968 lb. of water 
^ ‘ ' r 

f B.Th.U. raifes tne temperature of i lb, of water i® F. 

,*. X Cal. » ii96» B,Th.U, 
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Thus the calorific power of i cub. ft. of the gas as supplied 
to ?he burners « 117*4 Cal. or 465*4 B.Th.U. (grosj). 

* After use, the gas is turned off before the \yater, and^the 
part of the calorimeter attached to the lid lifted out of the* body 
of the apparatus f:ontaining the chimney, and supported in a 
jar containing water made alkaline with sodium carbonate. 
In this jyay any sulphuric acid produced in the combustion ot 
the gas, and which adheres to the coils, is neutralised. 

ill the official method of testing the calorific power of gas 
ceitain corrections are made, so that the result is expressed as 
the gross calorific power*of i cub. ft. of gas at 60" F., under a 
pressure of 30 inches of mercury and saturated with water 
vapour. 

From the readings of the meter thermometer and the 
barometer, and by reference to a table “ Notification of the 
Gas Reterees,” 1918, p. lie, ^ factor is obtained by which the 
gas'^olume must be multiplied in order to reduce it to these 
standard conditjons. 

Further, the relative humidity of fhe air entering the ap- 
paratus is taken into consideration. If this incoming air is 
comparatively dry, and is saturated with moisture when it leaves 
the apparatus, a certain amount of heat will be absor jed- in 
evaporating the water necessary for this saturation. Data for 
this eorrection are obtained from read ngs of wet and dry bulb 
thermcmeters contained in a special form of ventilating hygro- 
metei; and from the tennperature of the effluent gases from the 
calorimeter. The meth d of calculating the amount of this 
correction is dealt with in “ No‘ification of the Gas Referees,” 
1918, p. 10. 

Tke Calorific Power of Gas . — It has been pointed out, 
p. 237, that in ci|termining the calorific power of gas tlfe water 
produced by the combustion of the hydrogen and hydrogen 
compounds in the gas is allowed to condense, and is al o cooled 
down below 100'’ C. The heat which is^ measured thus in- 
cludes the latent heat of the steam ' condensed, and ' also Jhat 
heat evolved by cooling this condensed waLer? • 

It is hardly necessary to point out that in acttial practice 
this condensation, as a rule, does not take place, n«r are the 
other pioducts of rcombustion similarly %^oled, so that even if 
allowance^ is made for thft condensation of tjie water, in obtain- 
*’ing what is Called the net calorific valu^ the mrrection is onlv 
a partial one and has not much significance.* 
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In order to obtain the net* calorific power of the gas, tne 
amount gf water condensed during the time the test is in j^Vo- 
gre^s must bf determined. The water flowing from the pipe 
F,, h1g. 27, in twenty minutes is colldct^d in a measuring^ 
ciylinder, and so the water condetsing in the tyme taken for the 
test is calculated. 

One gm. of steam at 100° C. in conc^pnsing to watpr gives 
out 536 calories = 0-536 Cal., and i gm. of water at 100° C. 
cooled to 16® C. gives out O'OOi x 84 = 0*084 so that if 
I gm. of steam at 100” C. is condensed and cooled to wafer 
at 16° C., the amount of heat evolved is 0-536 + 0*084 => 0*620 , 
Cal. In this way the correction to be applied for the conden- 
sation and cooling of the water produced when I cub. ft. of 
gas is burpt may be calculated. This amount of heat deducted 
from the gross calorific power gives what is known as the net 
calorific power of the gas. ^ 

The gross calorific power of ^oal: gas at the present time 
varies from about 113 Cal. (450 B.Th.U*) to about 125 "Cal. 
(500 B.Th.U.) per cubic foot. Prior to the war this value was 
. sometimes as high as ijS Cal. (550 B.Th.U.) to 150 Cal. (600 
B.Th.U.) per cubic foot. 

GAS METERS. 

THE HOUSEHOLD METER. 

A diagram showing Ihe dials, etc., of a small type of dry , 
gas meter is shown in Fig. 29. , 

In a dry gas meter the gas passes through a leather bellows 
arrangement, the movements of which set in motion a series of 
gear wheels. A pointer is attached to some o'f these wheels, 

^ and from the number of revolutions of each, the arftou\it of gas, 
passing*through the meter is measured. Thus if the pointer 
of the right-hand dial makes one complete revolution, this is 
indicated by an increase of on^ unit of the reading of the 
centre dial, and so f»n. 

In a ^tet meter the gas passes through a series of small 
gas holders attached to a central axle. As each gas holder 
^becoipes filled with gas it rises and the gas is discharged into 
^ an( 3 ther paft of the Qieter. In this way a circular motion is 
, imparted to a series ^ w*heels as in the dry* meter. In both 
cases the motion is ^ue to the excess* of pressure on tlie inlet 
|ide of the m^ter ovei; that on, the outlet si^e, Vhen gas is 
passflig through thh meter. « 
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It should be noted in taking the readings from the dials of 
a.gfs meter, that the motion of the pointer round some of the 
di^ls is in a clockwise direction, and in others conJra-clock\^se. 
The figures recorded in taking the meter reading are*those 
which were last fussed by th^ respective pointers. Thus the 
reading indicated bn the dials represented in Fig. 29 is 29,800 ; 
each division on the lyght-hand dial representing 100 cub. ft., 
on the central dial 1000 cub. ft., and on the left-hand dial 
10,000 cub. ft. In this case, therefore, the reading is taken 
to the nearest 1 00 cub. ft. As indicated below the dials, con^- 
p\ecQ revolutions represent 1000, 10,000 and 100,000 cub. ft. 
respectively. 



leakages and for experimental ^ purposes. One revolution of 
the pointer over the dial shown represents the passage^ of 
exactly 2 cub. ft. of gas through the meter. A fraction a 
revolution on this dial may not correspond exactly to the 
passage of thilt fraction of a cubic foot indicated^ so that in 
making use of this dial in experiments it . is tetter tt) take the 
time of one complete revolution (i.e.*paA?ige of 2 cub. ft.) and 
then to*calculate the amdunt of gas used ih^the time occupied 
‘ by any expefiment (see notes,, pp. 228 gind 230^ 

The data given below the dials refer to fhe capacity' of the 
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f meter, «. For the meter indicated in Fig. 29, 30 cub. ft. per 
hour represents the maximum rate at which gas can ^ss 
thrqu^h the njeter, and 0’i66 cub. ft. per revolution refers ;to 
the capacity of the bellows. The term five light " meter is* 
aUso employed to denote its capacity. Thu,s a meter with a 
capacity 30 cub. ft. per hour could be used on a supply for 
five jets, each of which required 6 cub. ft. per hour, pr /or a 
less number of jets with a greater hourly consumption, or a 
larger number of jets with a less hourly consumption. 

In the case of a slot meter each time a coin is placed in 
the meter it becomes possible for a certain amount of gas Ho , 
pass through the apparatus. The amount registered on the 
horizontal scale does not, of course, represent the quantity of 
gas which is contained in the meter, but the amount which 
can pass through it before the gas inlet valve is closed auto- 
matically. 

# ^ 

THE EXPERIMENTAL MEiTER. 

In using the experimental wet meter, Fig.' 30, make sure 
that the meter is vertical, as shown by the plumb-line. If it 

is not vertical, alter ^ne or 
more of the foot screws in the 
stand on which the meter is 
fixed. Pour water# into the 
meter, if necessary, through the 
thermometer attachment until* 
it reaches the line on the cir- 
cular glass plate. The water 
in the meter must be allowed 
to become saturated ^vith ♦gas 
before any readings of gas 
passing through the meter are 
taken. 

* * The quantity of gas pass- 
ing through the meter in any 
experiment may«.be read off by means of the dials. The large 
inner dial is, for calculating the hourly rate of passage of the 
' gas through the rheter, by observing the change of reading in 
one minute. Thus ff/he Jarge hand has^nvi<^® otie complete 
revolution and is palTsing the division 1 20 at the tnd* of one 
minute, the amount of gas passing through the Q^leter in one < 
Inou^isaso -p ‘I2a« 2^0 litres.* The maxirilum rate for the 

* Sec Fig. 31, p. 245. 
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meter of which the dials are shown in Fig. 31 is 60(2) hires 
(F»^8r2 cub. ft.) per hour. One revolution of the large hand 



l^ound the outer large dial represents the passage of 2*5 litres. 
The figures below the small dials denote the volume passing 
in complete revolutions. 

CAUSES OF THE FAILURE OF THE GAS SUPPLY IN A 
HOUSE. 

With a wet meter one of the principal causes of the failure 
of the supply is insufficient wjtpr in the meter. To remedy 
this defect, after turning off the tap on tj^ inlet pipe of ^e 
meter and removing the screw plugs from the top and bottom 
of the meter, water is poured into the meter urftil it flows from 
the outlet near the bottom. The screw pl^gs afe theu re- 
placed. _ , • ‘ 

In winter the ./ater in a wet mfeter'lpay become frozen. 
Failure of the supply due* to this cause ma|^ be overcome by 
applying clolfts ^o^hed in hot water to .the lower part of the^ 
meter, 'u of course better to protect th^ meter frcfin ^he. 
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cold before frost sets in. The addition ©f glycerine 
water ih «the meter is sometimes advocated to prevent freeing, 
butr ip view <of the large amount of water contained in ^le 
meter, a considerable quantity of glycerine would be necessary 
to pi\)duce any appreciable lowering of ther freezing-point of 

the water. . 

In some cases, both with wet and cdry meters, owi^ig to 
the accumulation of condensed water in the pipe, the passage 
of the gas becomes intermittent and may fail altogether.^ As 
a rule, at the lowest point of the supply pipe there is a ^ug 
(so-called siphon) which can be removed, and the water wrtich 
has accumulated allowed to drain off. 

In other cases an accumulation of solid naphthalene takes 
place in the pipes. Thi^ is usually removed, by the gas com- 
pany’s servants, by means of a compression pump and the use 
of a solvent oil. 



Chapter IX. 

LIQUID AND SOLID FUELS. 

LIQUID FUELS. 

THE FLASH POINT OF OILS. 

It is obvious that owing to differences in volatility, inflammable 
liquids differ very considerably in the extent to which they give 
off inflammable va’pou^l^ at the ordinary temperature. This 
may be illustrated 1^ the following simple experiments. 

Obtain three small beakers A, B and C; place about lo 
c.c. of light petroleum (petrol) in A, lo c.c. of paraffin oi^ 
(kerosene) in B, and lo c.c. of medicinal petroleum or lubri- 
cating oil in C. 

Remove the bottles containing the oils to a safe di '>t§nce, 
and hold a lighted taper over the mouth of each beaker in 
turn. Note that the vapour in A only is ignited. Cover 
the mouth of this beaker with a piece of cardboard or a glass 
plate, in order to cut off the supply of air and so extinguish 
the flame of the burning vapour of the oil. 

Lower the lighted taper into the beakers B and C alter- 
nately and note that the vapour of the paraffin oil is more 
re^ldily gnited than tliat of the heavier oil in C, but that both^ 
" these oils give off inflammable vapour much less readily than 
the oil in A. 

It is, in fact, possible to extinguish a lighted taper by sud- 
denly immersing it in paraffirfdil If, however, the temperature 
of the oils in B and C be raised, the vapours will ht i^ited 
when a lighted taper is placed over the rroAith of the beaker. 

The so-called flash point of an oil is the lowest temperature 
at which sufficient vapour is given off to tgnite iftomehtarily* 
on the introductipij of a spark or ffernek * 

‘ Fi1>m*the simple experiments descriliW above, it is obvious 
that the fla#h point of petrol is below the m-dinaj'y temperature. 

Invthtf detd^rmination of what is Icnown aft the closed te^ 

(247) 
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ilash paint, the oil is examined in an Abel flafih point apparatus. 
Its temperature is raised slowly and the vapour given off (tom 
the pil is allowed to accumulate. A small flame is introduced 
periocfically into the mixture of air anti yapour abo\^e the ^ 
Ih^uid, and the temperature at which sufficient vapour.has been 
given off to ignite, when the flame is introduced, is taken as 
the closed test flash point. ^ ^ 

On account of the danger of using an oil with a low flash 
point for purposes of illumination in an ordinary paraffin 
lamp, and in other ways, the minimum closed test flash pbiftt 
for illuminating oils is fixed by law in this country at 73” R 

Determination of the Approximate Flash Point of an Oil. 

Fill a 'large porcelain 9r metal crucible half full of the oil 
to be tested (paraffin oil or a heavy petroleum oil). Cover 
the mouth of the crucible with two pieces of asbestos, each of 
which has a slit cut half way across ft just wide enough tg fit 
round the stem of a thermometer. ‘ 

Place the crucible on a sand bath and support a ther- 
mometer in the crucible ‘so that the bulb is immersed in the 
oil. Turn the upper piece of asbestos round through two 
right angles, so that the mouth of the crucible is completely 
covei^ed. 

Draw this piece of asbestos forward and allow a^small gas 
flame about 0 5 cm long (such a flame may bei obtained by 
connecting a gas supply tube to a mouth blowpipe) to come ' 
into contact with the mixture of oil vapour and air in the 
crucible. No flash should be observed at the ordinary tem- 
perature. 

Replace the upper asbestos and commence heating tjie 
'sand batjh, so that the temperature of the oil rises tfwo’degrees < 
centigraae per minute. Test with the flame at the end of 
each minute. The flash point is taken as the temperature of 
the oil when the first of a series, 9 f flashes is obtained. 

The use of paraffin oil and petrol for purposes of illumina- 
tion and h*eating will be dealt with in the lectures. 

ALCOHOL AS FUEL. 

‘ On account of the/fa^:t that alcohol with a non- 

luminous flame it is ^ery suitable fonpurposes of healing in 
small scale operations. It is probable, however, tfcat in addi- 
tron to the use df sorcalled methylated spirit for these purposes, 
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• • * . 

large quantities alcohol will be used before long^^in this* 

co\fntry as a fuel for internal combustion engines.* • 

^ The question of the denaturing of alcohol, that is, ^ the 
addition of substaqces to the alcohol so as to render if unfit 
for drin^'kig purposes, is deal| with in the lectures. , 

Alcohol, unlike petrol and benzol (commercial benzene), is 
miscible in alf proportions with water, so that the determination 
of the amount of alcohol in an aqueous solution of the substance 
is a matter of considerable importance. 

' ff the solution contains only alcohol and water, the per- 
centage of alcohol in the mixture is found by determining tlie 
specific gravity of the liquid, and by reference to tables, which 
show the amount of alcohol in solutions of the substance of 
different specific gravities. On account of the fact Jthat when 
alcohol and water are n^xed, the volume of the mixture is less 
than the sum of the* volumes of the constituents, it is not 
possible X.O calculate the ^Der^entage of alcohol in an aqueous 
solution of the substance from the specific gravity of the mix- 
ture and the specific gravity of pure alcohol. 

If the alcohol and water are mixed with other substances^ 
which are non-volatile, the liquid is distilled until about two- 
thirds has passed over. The distillate is then diluted with 
water to the original volume of the mixture distilled, and the 
specific gravity of the diluted distillate determined. 

Determination of Alcohol In a Mixture. 

Pbr practice in the determination of alcohol by distillation, 
the percentage of this substance in one of the alcohol-soap 
mixtures, sold at the present time (as solidified methylated 
spi 'iO should be undertaken. 

[One of these mixtures may be made by dissolving^ 3 gms. 
of stearic acid ii# 100 gms. of alcohol heated on the water 
bath to 65° C. The warm solution is then neutralised, after 
the addition of a few drops of absolution o( phenolphthalein, by 
the addition of an aqueous solution of soditfm hydro^yde. •On 
coolii;^ the mass solidifies.] 

Place 10 gms. of such a mixture in a distilling flask fitted 
to a water condenser. Add about 200 c.c.*of distilled ^vater 
and about i gm. ^ of solid barium cjiioi^ide, to precipitate the 

* For farther informatfen <A this subject and for\n account of the prepara- 
) tion of alcohol ^ a small scale from potatoes see Chemistry of Petroleum,” 
by Tinkler ana Ch%llongcr (Crosby Lockwood df Sonl. Sj^e also Report 
Inter-Decfkrtmental Committee on “ Power Alcohol,” 1919 (H.M. Sltationery 
Office). • . 
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• soap, find so prevent frothing. Distil Ae mixture until 
about twp-thirds has passed over. 

pilute the distillate to 200 c.c. by the addition of distil^pd 
water* and determine the specific gravity pf the distillate af 
60® K. (i 5*5° C.) by means of thf specific gravity balance * (or 
specific gravity bottle). From the alcohol table “ Quantitative 
Analysis,” Clowes and Coleman, find thepercentage by, Alight 
of alcohol in the distillate. 

This value multiplied by two will give the weight of 
alcohol in 200 c.c. of the distillate, or in the 10 gms. of the 
original mixture. 


SOLID FUELS. 

PARTIAL <^ANALYSIS OF COAL. 

It will be obvious that if results of any value are to be 
obtained in connection with coal 'analysis, great care mu^t be 
exercised in taking a sample of the material for this purpose. 

In order to obtain ^ sample representative of the whole 
'bulk of the coal, a large quantity of the material must be broken 
up into small pieces, some of which are further subdivided 
until finally a portion is obtained which will pass through a 
60 mesh sieve (60 meshes to the linear inch). This sample is 
then placed in a glass stoppered bottle.f , , 

In examining coal t^ie operations usuall^^ curried out in- 
volve determinations of moisture, volatile matter, ash and* 
calorific power. It is, however, necessary in some ca 5 es to 
determine the percentages of carbon, hydrogen, nitrogen, 
sulphur, etc., in the coal. 

Determination of Moisture and Ash in t^oal. 

Moisture . — Place i gm. of freshly powdered coal (60 mesh) 
in a weighed porcelain crucible (without lid), and heat in a 
constant temperatme air oven* for one hour at 105° C. Cool 
in a^esiAator and re-weigh. 

• The loss in \teight under these conditions is taken as the 
moisture contained in the coal, and from the rdSult obtained 
th& percentage of’mqisture may be calculated, 
j If the crucible be.it-lieRted in the air cwen, it will probably 

J • • 

* Sec note on p. lyf. - 

furthe^ informa thm u sampling of fuels sec/* Fuel,” by Brame 
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be found impossible to obtain.a constant weight, owiqg to the 
.slftw absorption of oxygen by the coal. • 

, Ash . — Heat the crucible containing the dry coal gpntly 
over a Bunsen flapilfe itra draught cupboard, and contftiue the 
heating over a ^11 flame {0% in a muffle furnace) until.all the 
carbon has burnt away. Allow the crucible to cool in a 
des'CQitor and weigh when cold. From the weight of the 
ash obtained, calculate the percentage of ash in the original 
coal. 

* Determination of Volatile Matter . — This determination is 
(5f value in comparing one coal with another as regards coke 
yield, but only if the experiments are carried out under similar 
conditions. The reason for this is that in this determination 
the heating is continued only urt'! the volatile matter of the 
coal has been removed, and what is known as “ fixed carbon ” 
is left unburnt. K the heating is prolonged the fixed carbon 
also burns. ♦ . 

Place I gm. of freshly powdered anthracite (60 mesh) in 
a porcelain, or preferably, platinum crucible, fitted with a lid, 
and I gm. of a freshly powdered bftuminous coal in anothai^ 
similar crucible. 

Support the crucibles on pipe-clay triangles, well above the 
flames of two similar Bunsen burners. Gradually lo>v»r the 
rings supporting the triangles until the crucibles are just above 
th5 innef cones of the flames. 

Continue the heating for severi* minutes in this position, 
making about ten minutes in all. 

Allow the crucibles to cool in desiccators, and re-weigh to 
obtain the amount of coke produced. 

Calculate the peR;entage of volatile matter in each case, 
making aWowance for the moisture content of the samples. • 

Jt will be ol|vious that the results obtained in tMfese deter- 
minations of volatile matter will depend on the extent of 
heating, and in order to cjppare the results obtained with 
those obtained by other workers it is ii'^cessary that thg pro- 
cedure should be the same. There is apparently at the jjresent 
time no one standard method for this det^rtnination. • 

The percentage of moisture plus volatile matter^ in the 
anthracite will probably be less than 7 per cent., whereas Vi A 
the bjtuminous coal the total loss ift w^ght (moisture + volatile 
matter) may be as higTi as 40 per cent. 

The anthracite will also probably^ontain less ash than 
bitunlinous coal. In the latter case the &sh will probably Be 
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*betweej? i and 5 per cent, but-as much as. 10 per cent may 
be founds ' • 

^n carrying out a complete analysis of coal, the carbon ar^d 
hydrogen may be determined by the ordihajry process of'com- ' 
bustioei, and the nitrogen by the rKjeldahl prQcess. » 

Sulphur is determined by heating the coal with a mixture 
of sodium carbonate and lime, whereby the whole ,of^ the 
sulphur is converted into soluble sulphates, the amount of 
which can be determined in the ordinary way. 

THE CALORIFIC POWER OF COAL. 

This Value may be determined by means of either the 
William Xhomson or the Rosenhain calorimeter. The most 
reliable results are, howevef, obtained by employing a so-called 
bomb calorimeter (see Vol. IL). , 

The William Thomson Calorimetefr — This apparsftus 
(Fig. 32) consists of a glass combustion chamber, which fits 
on to a brass base*^ by means of 
springs, and contains a platinum 
crucible in which the fuel’ to be 
burned is placed. 

Oxygen is passed in through 
the vertical tube, and the products 
of combustion and" excess of oxy- ^ 
gen escape through the holers in 
the brass support at the foot of 
the chamber. 

The cofnbustioii chamber is 
surrounded by wire gtuzt baffie 
discs, which serve to break up the 
escaping gases into small bubbles, 
and thereby cause them to give up 
their *heat entirely to the water. 

This part of the apparatus is 
immersed in a measured amount 
of water at •a known temperature, contained ih a narrow, 
fall *glass b^ker, w*hich is surrounded by a nfetal vessel fitted 
With a glass slip, through* which the progress of the combus- 
tion may be watched/ « * * 

» - Water is prevented fjom entering the combusti(5n chan^bo* 
owin^ to*the slight pressure in this vessel due t6 the ox 
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The combustickQ of the fuel is started by means of(^i small" • 
(u^, prepared by steeping a strand of cotton wick in r. Solution 
o£ potassium nitrate, and afterwards drying it. , » 

* The rise in temperature is observed by means of a tfiermb- 
meter graduated.in tenths ofia degree. • 

In the determination about i gm. of the fuel,* preferably 
in form of a pellet, f is weighed accurately with the 
platinum crucible, which is then placed in its pipe-clay support. 

Two thousand c.c. of water, taken from a vessel which 
has stood for some time in the room where the determination 
, is®to be made, are placed in the large beaker, and the temper- 
ature of the water accurately noted. 

The thermometer should be suspended so that its bulb is 
about 5 cm. below the surface of thi water. * 

An oxygen cylinder, fitted with a reducing valve, should be 
attached to a large wash bottle containing water, by means of 
rubber tubing, and the exit Jiube of this wash bottle attached 
to Ae brass inlet tube of the combustion chamber. The use 
of the wash bq|tle ensures that the oxygen supplied for com- 
bustion is saturated with water vapour. With dry oxygen thc^ 
combustion is not so complete, and heat would be absorbed 
from the water in the calorimeter by the evaporation caused 
by bubbling dry oxygen through it. 

In order to ensure that the oxygen is at the same tem- 
perature the apparatus, it should be passed through a large 
•’coil of flexible metal tubing before passing into the wash 
bottle. 

The oxygen inlet tube should be raised at first, so that its 
end is near the top of the chamber. A fuse of the prepared 
wick, about 2*5 cm. long, is then placed upright in the crucible 
,a»id ignited.^ The combustion chamber is at once placed over 
the crucible, anc^ the whole transferred to the bearer and 
immersed in the water, a gentle stream of oxygen being passed 
through the apparatus. The;j^mount of oxygen supplied is 
regulated so that the combustion does not/become too violent. 
When the combustion is nearly complete, the oxygen tube is 
lowered until its end is only slightly above efie crucible. 

When th6 combustion is at an end the.oxyg^n supply is 
cut off, and the combustion chamber ij raised so thaf the clip on 
the rubjjer^tube attached to the, side*tube jnay be opened. On 


* Sec p. 2 ^ re sampling of coal. ^ m 

t If the 8ample4;>e in the form of a powder soifte of roey be thrown ^ut oi 
the cruciSle by the escape of volatile products. * 
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Sigain lowering the apparatus into the water, the gases irom 
the combustion chamber will be driven out through this sfde, 
tubcf arid wat^r will come into contact with all parts of the 
apparatus which have been heated. * • * 

The contents of the beaker lare then th(?roughly mixed, 
by raising and lowering the combustion chamber, and the 
maximum temperature registered by the thermometer ism6>ted. 
The time over which the combustion extends should also be 
noted. (See radiation correction below.) 

, In order to complete the calculation it is necessary to firid 
the water equivalent of the calorimeter. This is determined , 
in a separate experiment, by employing a given weight of a 
substance of known calorific value. Thus, if i gm. of a sample 
of standard coal, or of somp other standard substance, is known 
to give 8500 calories on combustion, and the rise of tem- 
perature observed with 2000 gms. of water, in the calorimeter 
is 3 '8° C., then if^r = the water equivVilent of the calorim^er, 
the 8500 calories is taken up by 2000'+ x gms. of water 
whereby the temperature is raised 3 -S'" C. 

Amount of heat = mass of water heated x rise of tern- 
temperature. 

.*. 8500 = (2000 + x)yS 
whence 3 'Sx = 900 
237. 

That is, the water equivalent of the calorimeter* is 237 gms. ; 
or, 8500 calories will heat 2237 gms. of water 3-8° C. 

2000 gms. of water were employed, 

.*. water equivalent of calorimeter =237 gms. of water. 

In the determination described above, no notice is taken 
^f the fact that heat will be lost from fhe calorimeter^ during 
the combustion, by radiation, etc., whilst the temperature of® 
the water is rising to its maximum value. This loss may be 
allowed for as follows, the correction being known as the 
radiation correction : — * * 

After the maxim'tim temperature is reached, the apparatus 
is allowed to cool, for a period of time equal to half that taken 
for the combustion, a slow stream of oxygen being passed 
throu^ thg apparatus meanwhile,' and the*.clip on the side 
*tube being closed.^ 

* A period of time equal to half that require*d for the combustion is taken, 
oa account of the fact th&t the temperature of the apparatus ri^s much more 
n^idl^ during hea^g ^lan if falls when cooling. The g^tater the difference 
of temperature between the calorimeter and its surroundings, the greatlr is the 
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The fall of temperature, noted during this period, is, added 
tQ the observed rise as the radiation correction. > * 
a Having found the water equivalent of the calorimeter and 
the radiation corregtfbn, we have all the data necessary for 
finding the caloriijc power of tfie given fuel. 

Amount of heat evolved, in calories, by the combustion of 
a gi'Tp,»weight of fuel, 

= (mass of water in calorimeter + water equivalent) 

, rt (rise of temperature + radiation correction). 

<,From this the amount of heat evolved by the combustiofi 
i^f I gm. of the fuel in calories, or i kg. in kilogram-calories, 
or I Mb. in British thermal units (B.Th.U.) may be calculated 
(see also p. 257). 

The Rosenhain Calorimeter.— This calorimeter (Fig. 33) 
is a niodified form c 5 f thq William Thomson instrument. It 
differs from the latter in hav- 
ing an electric ignition, which 
is produced by'^assing a cur- 
rent through a short length of 
platinum wire. It is so ar- 
ranged that this ignition device 
can be drawn out ot contact 
with 4 :hc futl after combustion 
has started, otherwise it would 
T>e damaged in the course of 
the combustion and eventually 
destroyed. 

The combustion chamber 
consists ordinary incan- 
'Sescent lamp chiijney closed 
at the ends by brass plates, 
the junctions being made gas- 
tight by means of rubber ** 
washers. The gases from the 
combustion chamber pass 
through a baiil valve, which 
prevents the water from entering. When It is nacessary \o 
allow the water tc^ qpter, the ball ca«* raised by means of 

iloss 01 neat oy j^aiation. it is assumea tnat as mucn neat k>st by radiation 
during the time of heating, as is lost in half thar time whe? the apparatus iaP 
cooling. • • 
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"the le^i^r, and the outlet tap at the top of the chamber 
openedf •• 
for the determination of the calorific power of a coal Jjy 
means of this instrument, a weighed ^juantity of the sub-* 
stance (about i gm.) in the fo^m of a pellet is placed on a 
silica tray in the combustion chamber, and the brass plates 
screwed together, care being taken not t9, screw too tightly. 

The ignition wire is then placed in contact with the ^llet. 
2500 c.c. of water at the laboratory temperature are next in- 
troduced into the calorimeter vessel, and the latter placed in 
the wooden case. The combustion chamber is then lowered ^ 
into the calorimeter, the thermometer placed in position, and 
a slow stream of oxygen, treated as in the previous deter- 
mination,* passed through the apparatus. 

The temperature of the water, if constant, is noted as the 
initial temperature. 

The pellet is now ignited by ponnecting up the battery 
(4 volts) for two seconds, after which the ignition wire is di^wn 
up near the top of the combustion chamber. The time at 
^ which the combustion is started is noted. 

The slow stream of oxygen is allowed to pass until com- 
bustion is nearly complete, when it is gradually increased in 
order to ensure total combustion. When the sample is com- 
pletely burned, the oxygen supply is cut off, and water allowed 
to fill the combustion chamber by raising the bal] of the Valve, 
and opening the tap at” the top of the combustion chamber.^ 
The water is then forced out by turning on the oyygen 
and closing the tap at the top of the chamber, the oxygen 
being allowed to pass through the aoparatus in order to stir 
effectually the contents of the calorimeter. The thermometer 
is carefully watched, and the maximum reading is noted. 'This, 
will be observed almost immediately after the water is expelled 
from the combustion chamber. 

The time at which the m^aximum reading is observed is 
not^d, and the whoje apparatus is allowed to cool for half the 
tim% takSn for the combustion. The fall in temperature is 
added to the ob^rved rise of temperature of the water as the 
radiation ctJrrecti^n (see p. 254). ^ • 

The wSter equivalent of the apparatus i^ determined, as in 
the case of the Williafti ^Thomson apparatui, by employing a 
sample of coal of known calorific valub, the ignition Vire being 
Jteated for th| same fength of time as in the pHtevious case; ’ 
The* calculation oT the calorific oower of the coal is "exactly 
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the 9ame as described on page ^55, and is illustrated bv means 
of Uhe lollowing example * : — 

Weight of pellet, 0*9945 gm. 

„ „ water, 2000 gms. 

Watel equivailent of calorimeter, 239 gms. 


Initial temperature, 12*62° C. 

Final „ 16*06° C. 

Rise of „ 3*44° C. 

^.adiation correction, o*l° C. 


Corrected rise of temperature, 3*54° C. 

Heat evolved by combustion of the coal 

(2000 + 239) X 3*54 = 7926 calories = 7*926 Cal. 

Or 0*9945 of coal give 7*926 Cal. 

.*. I gm. of coal gives = 7*97 Cal. 

0*9945 

• Or calorific power of^he coal is 7*97 Cal. per gm., or 7970 
Cal.* per kg. * 

Or ^ I4_340 B.Th.U. per lb. 

2*205 

(l Cal. = 3*968 B.Th,U. ; I kg. = 2*205 see p. 240) 
COAL ECONOMISERS. 

Slost olf the preparations sold for this purpose consist 
largely of common salt with a little ferric oxide added. In 
some*cdses substances such as sodium carbonate, calcium car- 
bonate or ammonium salts are also present. 

The qualitajive and quantitative analyses of such mixtures 
present no difficulties, and can be carried out by the ordinary 
methods. 

It will be obviius that the addition of small quantities of 
these substances to coal cannot in any way increase the total 
amount of heat produced b)t»the combustion of that coal. 
The use of these materials mixed with waiter might conceiv- 
ably diminish the amount of combustible matter which escapes 
unburnt from, the coal, and in this way dimmish the amouflt 
of heat lost, but no definite evidence of their action iu this 
manner has yet been obtained. 

^ These figures were obtained with an apparatus ^ipilar in construction to 
the RoBcnhain idlorimcter. 
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CANDLES. 

^The materials chiefly used in the manufacture of canc^es 
itt pkraffin wax and stearic acid (whfcl^ contains palmitic 
acid) Other substances used ^re beeswa^j, spermaceti and 
tallow. 

Stearine candles, which contain high ‘percei^t^e of 
stearic acid (not the glyceride stearin), are more suitable for 
use in hot climates than those containing much parafiin wax, 
on account of the fact that the melting-point of stearic aSid is 
Higher than that of most varieties of paraffin wax, Cancfies, 
made of low melting-point paraffin wax are liable to bend and 
gutter. 

' f 

Determination of the Melting-Point of Candle Waxes. 

Fill a test tube, about one i»ch fn diameter, to a depjh of 
about two inches with the molten wa^t. Support the t^^t * 
tube vertically by means of a clamp. t 

Fix a thermometer in the test tube by means of a’ cork 
which has a vertical slit cut in its side. Adjust the height of 
the thermometer so that the bulb is mid-way between the 
surface of the wax and the bottom of the test tube. 

Procure a stirrer made from a piece of wire bent at one 
end into a circle which |ust fits in the test tube, ond then*bent 
so that the circle fits round the thermometer. Make sure thaf<' 
the stem of this stirrer will move up and down freely through 
the slit in the cork. 

Allow the molten wax to cool, and note tjie temperature 
indicated by the thermometer every half minute, keeping J:he 
molten^ wax gently stirred. Continue to take fhe 'readingsr* 
until the material is completely solidified. 

Plot the results in the form of a curve, with temperatures 
as ordinates and times as absc/ssae. 

•The temperature indicated at which the curve changes 
direction's taken as the melting-point of the wax. 

• In the diagram. Fig. 34, the cooling curves 2^e shown, (A) 
for a^speciffien o^paraffin wax, and (B) for ^laphthalene. 

The mhlting-point^of the paraffin wax in this case is taken 
as 54® C. and of the^naphfhalene as 80" CT ^ 

Since naphthalene (Cj^Hg) is a single compound and 
paraffin wax H mixture, the temperature of thf foriner remains 




Fto. 34. —Cooling curves of (A) paraffin wax, (B) naphflialene. 


• • • 

SO, during solidificatioif is that during this process the latent 

heat of fusj©n of the substance suppli^ tB• ** wViiVVi ic Iaci- 
by radiation, eStc. 
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Determination of Stes^c Acid in^ Candles/ 

^ The hmount of free acid in a stearine, or composite, candle „ 
is determined, by titration with a standarid solution of ar 
al|cali, using phenol phthalein as indicator, rsince stearic* acid 
is a weak acid. r “ 

Place 5 to 10 gms. of the material in a weighing bottle 
and weigh accurately. Transfer the subsi^ance to a flask^nd 
re-weigh the bottle, and so obtain the weight of substance 
taken for the test. 

^ Add ether to dissolve the material; add about lo c.c^ of 
alcohol and a few drops of phenolphthalein solution. Warih 
the mixture on the water bath and titrate the solution with 
semi-normal sodium hydroxide solution, keeping the mixture 
warm. * ^ 

From the equation 

Q^HasCOOH + NaOH -> Ci7H35CaONa + H^O 
284 40 « ^ ,, 

it will be seen that i litre of normal sodium hydroxide solu- 
tion (containing 40 gms., NaOH) will neutralise 284 gms. of 
stearic acid 

or I C.C. N/2NaOH = on 42 gm. Ci^HgjCOOH: 

Erom the volume of sodium hydroxide solution required, 
the amount of acid, expressed as stearic acid, in the weight 
of material taken can be found, and from this the percentage 
of stearic acid calculated.* 

THE FUEL RATIONING ORDER, 1918. 

FUEL ALLOWANCE. 

t- 

* By the terms of this order “ fuel ” may be tal^ten \is coal, 
gas or efectricity, in accordance with the following scale — i ton 
of coal is to be regarded as equivalent to 15,000 cub. ft. of 
coal gas, or 800 Board of Trad^ jmits of electricity.* 

These values ha\^ been arrived at on the assumption that 
I tontof cdal will produce approximately 1 5,000 cub. ft. of gas, 
or ‘will generate Sufficient power for the production of 800 
^oard/)f Trade electrical units. , * 

j ^he ambunts of beat which could be ge*nerated by l ton 
of coal and these equivalents of gas and electricity are calculated 
as follows : — 

^ figoresVefe^ to th'^ Order of 1918, and have sin^ been mo^fied. 
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Coal. 

Assuming tnft eoal to have a calorific pow^r of 8 CaV per 
gram, i^e. 8000 Cal. per k^, i ton (1016 kg.) will produce 
1016 X 8000 =*8,128,000 Cal. = 8,128,000 X 3*968 

= 32,250,000 B.Th.U. (approx.). 

Gas. 

•* If the calorific power of the gas is taken as 120 Cal. f>er 
cub. ft, 

• 1 5,000 cub. ft of gas will produce 120x1 5000 i ,800,000 
Cal. = 7,142,000 B.Th.U. (approx.). 

* 

Electricity. 

'* From the relations • 

I watt = I joule per second, 

I watt-hour = 360b joules, 
and I joule = 0*24 calorie, 

I watt-hour (or 3600 joules) = 3600 x 0*24 = 864 calories 
I kilowatt-hour (Board of Trade electrical unit) = " 44 ,000 
calories = 864 Cal. 

*. 800 Board of Trade electrical units = 864 x 800 

= 691,200 Cal. = 2,7*43,000 B.Th.U. (approx.). 

Summary . — i ton of coal would produce 8,120,000 Cal. 
15,000 cub. ft. coal gas would produce 1,800,000 Cal. 
8oo“Board of Trade electrical units would produce 691,200 
Cal. 


From these calculations it will be seen that by taking the 
fuel as coal, more than four times as much heat is theoretically 
obtainable than if the allowance is takitn as gas, and ^ibout 
twelve times as much as if electricity is taken.* Similarly 
nearly three times as much heat could be obfained theoretically 
from the 15,000 cub. ft. of gas as frogi the *800 unijs ^f 
electricity. , ^ • • 

Ifern^jst, howa^er, be remembered that a greater efficienc)^ 
is obtainfd in gas anS electrical appar^us than is the case 
with coal \see j>p. 229-231). 
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LIGHTING ALLOWANCE. 

cTlie»amounts of coal gas and electricity allowed under the 
heading of lighting allowance are not in the same prQportion 
as 15,000 cub. ft. of gas to 800 (inits of electricity (i.e. 16*8 
cub. ft. of gas to I unit of electricity), but are in *the pro^f- 
tion 15,000 cub. ft. of gas to 240 units of fclectricity (i.e. 02 *5 
cub. ft. of gas to I unit of electricity). 

This basis is arrived at on the assumption that l Board* of 
Trade unit of electricity and 62*5 cub. ft. of gas, used for puf-t 
poses of illumination, produce lights of approximately equal 
intensity. • ' 

Thus if a 100 watt metal filament electric lamp and an 
incandescent gas burner, consuming 625 cub. ft. of gas per 
hour, give lights of approximately equal candle power * (about 
90 c,p.), in one hour the electric lamp requires 100 watt-hours, 
or 0*1 unit, i.e. i unit in ten houfs, and the gas burner wrll 
consume 6*25 x 10 =» 62*5 cub. ft of gas in ten hours. 

^FURTHER CALCULATIONS RELATING TO FUELS, ETC. 

COAL GAS AS A SUBSTITUTE FOR PETROL. 

Calculation of the volume of coal gas which is eguivalent 
in calorific power to i gallon of petrol. - • 

The coal gas is assumed to have a calorific power of 480 
B.Th.U. (net) per cub. ft, and the petrol (density 07) P0*5 
Cal. (net) per gm. 

I gallon of water = 10 lb. - 4536 gms, 

I „ petrol « 07 X 4536 = 31 ) 25*2 gms.^ ^ 
Calorific power of i gallon of petrol « 3^75 Cal. 

- 33337*5 Cal. 

Calorific power of the gas = 480 B.Th.U. = = I2I 

Cal. {Jer cub. ft. ' , ‘ 

I2r Cal. obtained from i cub. ft. of gas. 

.j. 3,3337 *5 Cal. pbtained from = 267 cub. ft 

‘ Thus 267 cub. ft.^ of *thb«gas are equivalent# to i pllon of 
the petrol. ^ 

\ I For gas ati^s. 'per^iooo cub. ft, the quantify of , gas 

* Sec p. 221. 
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equivalent to i gaHon of petroj would thus cost rathy more* 
thaft IS. 

• For further in§)rmation on this subject see Interim JRfe- 
' 5 p>ort of the Gas Tiaction Committee (1918), H.Jl. Petfoleum 
Executive ” (H.M. Stationery, Office) and “Applied Chemistr)^ 
Reports,” VoJ. IL, 1917, p. 43 (Society of Chemical Industry). 

•• • 

COMPARISON OF THE COST OF HEATING BY MEANS OF A 
. ,GAS FIRE AND AN ELECTRIC RADIATOR (UNENCLOSED 
PATTERN). ^ 

• 

Assuming that the consumption of gas per hour is 40 cub. 
ft. and the calorific power of the gas 1 20 Cal. (net) per cub. ft, 
the amount of heat generated pe'- hour =40 x 1:^0= 4800 
Cal. 

On the assumption that 25 per cent of this heat is lost as 
flue heat, the amount «of Jjeat obtained as convected and 
radiant heat from the gas fire is | x 4800 = 3600 Cal. per 
hour. 

At 3s. 4d per 1000 cub. ft., 40 cub. ft. of gas cost approxij 
mately 1*5 pence, or 3600 Cal. for effective heating are 
obtained for 1*5 pence. 

An electric radiator required 12-5 amperes at 200 v il^s. ; 

Le, 12*5 X 200 « 2500 watts* ==2*5 kilowatts, or in one 
hoiflr 2 5 lihits. 

From the relation 

U kilowatt hour = 864 Cal. (see p. 261), 

2-J kilowatt hours = 864 x 2*5 « 2160 Cal. 

At 2*5 pence per unit, 2*5 units cost 6-25 pence. 

Thus with* the electric radiator for 6*25 pence 2160 Cal. 

, are obtained. 

For 6*25 pendt with the gas fire, the amount ofisffective 

heat * ^ 15,000 Cal., 

^5 •• 

that is, under the conditions given, nearl^^seven times as much 
heat for the same expenditure. 

FIRE EXTINGUISHERS. 

In order to extinguish a fire it necessary 10 reauce me* 
temperature, as to/ exapple by the^se of water, or to exclude « 
oxygen (by^use of sand, a blanket or otR^r woollen material) 
from t|ie burning material. In some tf pes^of lire extinguisl^r 

* Amperes x volts » watts. ^ 
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^these two aims are combined^ Thus in /nany types oi ap- 
paratus jvhen the extinguisher is required for use, a solution of 
hydrochloric acid is allowed to come in contact with a solution 
containing o^cess of sodium bicarbonate*, tjie resulting Streanr 
of w^ter highly charged with carbon dioxide is then directed 
on the base of the fire. The carljon dioxide and steam which 
are generated exclude the air from the burning materi^j^^ The 
water reduces the temperature, partly owing to the heat re- 
quired to remove it by evaporation, and partly by driving the 
flame from the surface of the burning material. A protective 
fitm of sodium chloride and carbonate, formed by decomp(/ii- ^ 
tion of the excess of bicarbonate, is produced on the surface 
of the burning material. * 

In other forms of apparatus solutions of sodium chloride, 
ammonium chloride, caldium chloride, sodium sulphite, etc., 
are employed. Apart from the cooling effect of the water, 
incombustible gases are formed ^in some '"cases, and a layer 
of non-combusdble substance is left qn the burning Sur- 
face. 

, Another type of fire ’extinguisher consists of a metal pump 
by means of which a stream of a non-inflammable, volatile, 
organic liquid, such as carbon tetrachloride, CCI4, is ’directed 
on the fire. The vapour produced by the evaporation of 
this liquid excludes the air from the burning material. These 
appliances are useful in dealing with petrol burning^ in a Con- 
fined space. The use of water in such cases would probably 
lead to an extension of the fire, as the burning oil will afloat 
on the surface of the water. 

The use of carbon tetrachloride as a fire extinguisher may 
be illustrated by setting fire to a sfnall qucintify. <3f light 
« petroleum in a beaker, when it will be Observed thab by the 
additiorw-of carbon tetrachloride to the burning material the 
flame is extinguished. The addition of water to the burning 
petrol will not extinguish the flame. 

A solid mixture which consists of approximately 40 per 
cent!' sodium bicarbonate and 66 per cent, calcium carbonate 
is ^Iso employed as a fire extinguisher. Such mixtures when 
applied to atfire will produce carbon dioxide, ana form a pro- 
tective layer on thfe surface of the burning nfaterial ; their use, 
‘however, except for fif-eS ©f a very limited extent dcjes not 
*' appear to be reliable" The same appKes to fire extinguishers 
o( the grenade Jtypd | 

* The.analysft of the materials used for thfe various types^f? 
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of fire extinguishfers may bo carried out by the cydinary^ 
methods. * • ^ 

• The relative r^ierits of the various forms of ^pparatus«and 
'substances employed for extinguishing fires are discussed ip 
articles in “ Nature/’ 1915, pages 373 and 565. 

CO^ TAR DISINFECTANTS. 

SOLIDS. 

In the solid preparations crude carbolic and cresylic acic^, 
containing phenol, CgH^OH, and o., m. and p. cresols, 
C«I^(CH3)0H, together with some hydrocarbons, are mixed 
with an inorganic substance such as calcium carbonate, cal- 
cium sulphate, slaked lime, etc. * • 

To determine the percentage of phenols in such a mixture, 
a weighed amount .(about 50 gms.) is extracted with ether in 
a Soxhlet extraction apparatus (see Vol. II.). In this way 
the phenols and hydrocarbons are obtained in ethereal solution. 
If the original powder contains free alkaline hydroxide, such 
as calcium hydroxide, it is necessary to acidify with sulphuric 
acid (i part of acid to i of water) before extraction w’th 
ether, care being taken that the temperature is kept low, 
otherwise phenols will be lost. * 

Jhe etljereal solution is then treated in a separating funnel 
^with two successive portions, of aboip 20 c.c., of 20 per cent. 

' sodium hydroxide solution. The phenols are thus converted 
into f)henoxides which are soluble in the water, and the hydro- 
carbons remain dissolved in the ether. 

The combined sodium hydroxide extracts are then evapo- 
rated on a water bath fo about 10 c.c,, the solution being first ^ 
'heateo t)y immersion in hot water, well away from ar|^ flame, 
until the ether retained has been expelled. 

The solution of the phenoxides is then transferred to a 
small graduated cylinder an^ acidified with sulphuric acid 
(l : 2). The volume of the phenols Hbersfted is rea^ off when 
the mixture is quite cold. On the assumption that i Ac. of 
the mixed phenols = l *05 gm.,* the percentage b^ weight *of 
phenols in the original powder may be calculated. This varies,* 
as a rule, from 10 to 20 per cent in*si;ch preparations. * 
In tiniJther method fpr detei’mining the phenols, a weighed 
quantity of Jhe powder, after acidification* is disyiled in steai]|, 

V * Aliliough the*hiixed phenols are specifically hea^^er ^an watei th^ wifl 
float on tl^e solution of sodium sulphate. 
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the pheiiols and hydrocarbons iti the distillalte being separated 
after extraction with ether as described above. 

LIQUIDS. 

These preparations usually consist of mixtures of a fraction 
of a coal tar distillate, rich in phenols, with soap and ;iyater. 
Resin is also sometimes used in their manufacture. In some 
cases the coal tar distillate is mixed with fat, which is then 
saponified. ' ' 

^ Cresols are only slightly soluble in water, but when mixed 
with soap give liquids which remain clear on dilution with water. 

The iiibst important test in connection with these li 4 uid 
disinfectants is that known as the Rideal-Walker test, in which 
the actual bactericidal property of the preparation is compared 
with that of a solution of phenol of known concentration. 

The operations involved in one cnethbd for the purely 
chemical analysis of such mixtures, howev/^r, are as follows*: — 
Five to 10 gms. of the liquid in about lOO c.c. of warm water 
are treated with about 50 c.c. of 10 per cent, sodium hydroxide 
solution, whereby the phenols are completely converted into 
phenoxides, if not already present in this form. The hydro- 
carbons are then extracted by means of ether. ' » 

To determine the amount of these hydrocarbons, the 
sthereal solution is dried over anhydrous potassium* carbonate 
and transferred to a dry, weighed flask. The ether is then « 
distilled off (see p. 170), the flask and residue dried in a desic- 
cator over sulphuric acid and weighed. 

After the ether has been removed by immersing the flask 
in hot water, the alkaline solution conljaining the pherfoxides, 
soap, etc., is neutralised by the addition of hydroohlo»»c acfd, 
the acid^being added until a slight turbidity is produced. 

About 1 5 gms. of solid barium hydroxide is then added to 
the solution, a reflux water condenser is attached, and the mix- 
ture^heated on the^water bath for about half an hour, with 
freqq^nt shaking. 

c The barium salts of the acids present in the soaps, etc., 
ivhich^areintoluble in water, are then .filtered off from the cold 
liqiid through teased asbestos, by means df a water pump. 
The filtrate, which pont^ihs the phenols as badum phenpxides, 
is then acidified with hydrochloric ac?d and the pfienols ex- 
•Aicted by mdi^s oT e|her. The ether is evaporated off and 
Ae ihsidue of mixtd phenols weighed. (See alio separation 
fJhenols from 6g.^ 



Chapter X. 

MATERIALS USED FOR THE PROTECTION OF 
\ WOOD, METAL AND OTHER SURFACES. 

PAINTS.* 

Oil Paints. 

The three essential constituents of an oil paint are _ 

)igment and drier. . 

medium usually tonaists of linseed oil,f which by 
ibsorption of oxygen; on exposure to air, is converted into a 
iolid substance, and in this way the paint hardens. Polymerisa- 
ion also takes place when the oil is exposed to air, with the 
production of solid substances. 

The linseed oil, which is used in paint manufacture, is 
)ften previously heated to about 150® C. with a drier (See 
X 26j), as b^ this treatment the rate at which oxygen is sub- 
.equently absorbed by the oil is greatly increased. The oil 
fhich has been treated in this manner is known as ‘‘boiled 

)ir\ • 

The glycerides present in linseed oil are derived very 
argely from un^aturated acids, and the absorption of oxygen 
:ak^s plac^ at the doublfc bonds. In the presence of certain 
lalts of }€ad and manganese (driers) this absorption of (ycygen 
s accelerated. Thise salts probably interact with the free 
icids formed by the partial decomposition of the glycerides of 
:he oil, and the resulting compands act as catalytic agents. 

The gain in weight of linseed oil on exposure to^air iikay 
)e illustrated by spreading a thin layer of the substance J •ver 
he inside of a^weighed petri dish, and noting* the increase ift 
he weight of the djsh and oil at regular intervals. “ 

• The subject of p^n^s, varnishes, etc., is dealt with very briefly ; for 
further inf&rmAion boews of reference tnt'st be consul Uid.* 

t During the war a large aniount of paint has beetf made in which medium 
x>nsa8ts of che acids obtained from linseed oil. t * • • ^ 

y $ Putt;^, which m a mixture of ** boiled ” linseed ^il fed whitening ori 
mtmg (CaCOj,), may also be employed for this purpose. 

* * (267) 
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It%will be noticed that absorption oP oxygen produces at 
iJrst a*if increase in volume, as shown by the production 
furrojvs on the surface of the oil, but ^s, oxidation proc^ds 
, contraction takes place, the final product of oxidation ofccupy- 
ing*a less volume than the original oil. Thfe contraction leads 
to the formation of cracks in paint which has been applied to 
a surface for a long time. • 

Turpentine is often added to the oil to facilitate the dis- 
tribution of the paint. This substance, unlike linsee(l .oil, 
^volatilises on exposure to air. 

The pigment is usually a very finely powdered amorphous 
substanqe insoluble in the medium. In determining whether 
or not a substance is suitable for use as a pigment, it is neces- 
sary to Consider {cC) th^ permanence of the colour, or in the 
case of a white pigment its power of resisting discoloration 
by sulphuretted hydrogen, (b) its covering power and body, 
or opacity; that is, the extent to wfiich it can be spread, over 
a surface and at the same time completely conceal the sur- 
face below, (c) its dryii*^ power, that is, its action in promoting 
absorption of oxygen by the oil. 

By far the most important substance used as a pigment is 
white lead or basic lead carbonate, 2 PbC 03 . This 

substance has great covering power and opacity, and is used in 
the manufacture of a large number of paints, otl^er pigments 
being added to give th^ necessary colour. 'Basic lead sulphate 
is sometimes used as a substitute for white lead. • 

Owing to the fact that lead is a cumulative pois<5n, the 
use of white lead is open to serious objection from the point 
of view of those engaged in the manufacture; and application 
of paint, and another objection to its* use is thaf it is dis- 
coloured on exposure, owing to absorption of *sulJ>hurettecJ' 
hydrogen. For these reasons a mixture of zinc sulphide and 
barium sulphate (lithopone) is largely used as a substitute for 
white lead. «« 

t For black paints lampblack is extensively employed. 

€^or coloured paints both organic and inorganic compounds 
^re used, the latter as a rule being more permaiient. 

* Yellov^ paints may contain hydrated ferric oxide (yellow 
ochre), lead chromate,((Jirome yellow), cadmium sulphide, etc. 
Calcined ferric oxide is used for ^rowif faints.# • 

Red paints contain red lead, mercuric sulphide, etc. 
^Prussian Iblue anfi indigo are used for ^bluV paints arid 
Prussian blue v^ith lead chromate for green paints. * Coppw 
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and chromium compounds are •also used for this pur- 
pose^ * • 

The drier is a substance usually added to a paint in orde» 
4) ticcekrate the absoiption of oxygen by the oil. • Mang^inftse; 
bqjate, lead acetate. 'litharge, etc., are used for this purpose. 

The^ Partial Analysis of an Qil Paint. 

In carrying out an analysis of an oil paint, the volatile 
mattgf is first determined by heating 2 to 3 gms. of the paint 
in a, weighed, flat bottomed porcelain basin for two hours in an 
^LirT)ven at 100° C. The dish is then weighed and the heating 
continued as long as the paint loses weight. 

For the examination of the oil and pigment (and drier) 
the procedure is as follows : — • 

Ten to 1 5 gms. of the well-mixed paint are weighed into a 
beaker and 25 c.c. oj" light petroleum added, any lumps being 
brokgn up by means o^a g^ass rod, 40 c.c. more of light 
•petroleum are added, and when the pigment has settled to th§ 
bottom of the beaker, the clear liquid is poured off through a 
tared filter paper into a tared flask. The pigment is washed < 
with successive small quantities of light petroleum and the 
washings poured through the filter. The pigment is finally 
transferred to the filter, dried in the steam oven and weighed 
on the filter paper. 

The jhe light petroleum is evaporated from the oil 
i 5 y heating on the water bath (see Fig. 10, p. 170). The 
» flask ama oil are then dried in the steam oven and weighed. 

If the physical and chemical constants of the oil (specific 
gravity, refractive index, saponification and iodine values) are 
to ^e detefmine^d (see Vol. II.) the light petroleum should be 
♦ remove > by Ineans of a stream of carbon dioxide, to prevent 
oxidation of the oilf * 

The Pigment (and drier). — If the original paint contained 
varnish, or other substance not^xtracted by light petroleum, 
the pigment obtained after removal of tht^oil will be sticj:y. 
In this case the resins mixed with the pigment may be Sxtra^ted 
by means of alcohol, chloroform, carbon twttachloride, eta, 
after the extraction with light petroleum. ^ 

If the paint contained an organic colouring matter, which 
is sometimes prefcftt in red and gfeen paints, some of this 
^ will be removed by the afcohol, especially if J:he residue is pre- 
viously acidKfed with hydrochloric acid (ste Col^itring Matter^ 
\FoodV* Vol. !l.). 
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The pigment, free frob oil and varnish, may now 
analy}.ed qualitatively and quantitatively by the usual meViods. 

VARNISHES. 

‘These preparations consist "of various fesins dissolved in 
oil (usually “ boiled ” linseed, or tung oil), turpentine, alcohol, 
or sometimes aqueous solutions of alkalis. Coal tar rtaphtha 
and light petroleum are also employed in their manufacture. 

In the preparation of oil varnishes, the hot oil is as^lly 
Added to the fused resin, and in this way the properties tf^the 
oil are considerably modified. 

The. composition of the preparation varies according to 
the purpose for which it is employed. Thus with an oil 
varnish, ‘which is suitable for surfaces exposed to the open air, 
the oil forms part of the dried covering and a durable varnish 
is obtained. Turpentine varnishes, dry -more rapidly owing 
to the evaporation of the solvetfL Alcohol (spirit) varnishes, 
dry very cjuickly, but the resin left behind is liable to scale on. 

Enamel paints, or omamels, usually consist of oil varnishes 
* to which a pigment in an extremely fine state of division has 
been added. For white enamels zinc oxide is usually em- 
ployed, on ajeount of its greater degree of fineness a,s com- 
pared with white lead. 

' The examination of varnishes is a matter of .considerable 
complexity and will not be dealt with here. Evidence as tp 
the nature of the solvent employed may, however, be obtained 
by distillation in steam. 

The use of solutions of resins for lacquering, japanning 
and French polishing will be dealt with in the lectures. 

• WATER PAINTS, DISTEMPERS, WHITEWASH. 

In these preparations the medium, water, contains various 
substances in suspension and ^solution. 

« In whitewash ^calcium carbonate, known as whitening or 
whfcing, which has been washed by soaking in water, allowed to 
ifettle and strained through a fine sieve, is mixed with a solu- 

« tfon‘of size. • » . 

I A small quantity tOt ultramarine, or other blue colouring 
matter, is added tb counteract the yellow colour of*the‘ whiting. 

Distempers are usually emulsions containing ^water, cakium* 
tcaiibonate of^sulpha¥e, soap, glue, oil, resin arid polouii^ 
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maccer. v^asein is also used in sbme cases, and small quanti- 
ties^of phenols are "sometimes present in these preparations. 

Water paints usually contain a larger percentage of oil, 
^iJd inp some cases calcium stearate is present. ^ , 

The fpllowing sferies of tests may be applied to the above 
mixtures after thh removal of water by drying : — 

(a) Extraction of oil, together with any fat and fatty acid 
presedf, by means of ether, 

(d) Extraction of soap, resin and possibly some colouring 
matter by means of alcohol. The soap should be tested for 
b)%.Waporation of the alcohol, solution in water and separati^sn 
•of fatty acid (see p. 6i). 

(«■) Extraction of glue by water and its precipitation from 
the aqueous solution so obtained by tannic acid or alcohol. 

After extraction of the soap with : Icohol, the residue should 
be acidified with hydrochloric acid, and the stearic acid, obtained 
from the calcium steara^, extracted by means of chloroform. 

<^henols are tested for b/ distillation in steam, after acidi- 
fication. ’ 

The inorganic colouring matter, which may be chromium 
oxide, an ochre, etc., will remain behind after extraction of the 
oil, soap, etc., and should be tested for in the usual way. 

It an organic colouring matter is present, some of it will 
be extracted by alcohol, but in the case of a lake probably 
onl)i after Weatment with hydrochloric acid. 

> 

METAL POLISHES. 

Liquids. 

In general,* liquid metal polishes consist of mineral matter 
suSpcn(;^3 in a solution of an organic acid, such as oleic ^ 
acid, in paraffin yl. In some cases, however, a mixture of 
alcohol and water is used instead of paraffin. The, mineral 
matter as a rule consists of a very finely powdered aluminium 
silicate, but substances such a^ calcium carbonate, silica and 
rouge are also employed. Ammonia, sodium canbonatd or 
soap are present in some of these preparation,s. ^ ^ 

The modcpof action of such polishes is partly o( a mechani- 
cal, and partly of a chemical nature. Oxidels and ^ulphide&>of‘’ 
metals, which arp j)roduced on th <5 ^surface of metals when ^ 
they tarnibffi in air, are usually readily solyfile in acids, but it 
is essential.tbat only such acid or other, substan95, as is witl> 
iDUt prcHiouncedo action on the metal itself, >shall beu^^in^i 
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^metal polish. Thus mineral acids are quite unsuitable for use 
in the 4 :^ preparations. The object of the addition of parj^fhn 
cKl, or alcohol, to these polishes is to facilitate the removal 6i 
greasekfrom 1!he surface of the metal. The mineral matter*!^ 
adde^ to help in the mechanical removal df the tarnish, and in 
the production, by polishing, of ^he necessai^ smooth thin film 
of metal on the surface polished. It will be obvious that this 
mineral matter must be free from largfc or gritty pafticles, 
otherwise the surface is scratched It is very important in 
using these polishes that none of the mixture be allowed .to 
remain on the surface of the metal, otherwise re-tarnishing 
takes place very quickly. 

The analysis of liquid metal polishes usually consists of 
determinations of volatile matter, oleic acid, mineral matter 
and the flash point. c 

(a) Volatile Matter and Residue , — 5 gms. of the well- 
mixed polish are heated in a porcelaiq basm on the water bath, 
until nearly all the volatile matfer is expelled. The dish is 
tflen heated in the steam oven until the weight is constant. 

^ If the residue is alkaline, it is treated with warm water and 
filtered. The filtrate is tested for sodium carbonate and soap 
(see p. 74), 

Jn order to ascertain the nature of the volatile matter, 50 
gms. of the polish are distilled in steam. The oil, which 
separates in the di.stillate, is removed by means of a separating 
funnel, dried over calcium chloride and disfillecf, the range of. 
temperature over which distillation takes place being noted 
(see p, 169). This oil will usually be a mixture of paraffin 
hydrocarbons, in some cases, however, it may be a coal tar 
naphtha or turpentine. 

(d) Aadity . — 20 gms. of the polisih' (containing* paraffin) 
are dilrted with an equal volume of light petroleum and 
filtered into a flask. The extraction is repeated with successive 
small quantities of light petroleum, which is then evaporated 
from the combined extracts. The residue in the flask, consist- 
ing ^)f oleic acid, heivy petroleum, etc., is heated on the water 
b%th*with 50 C.C. of alcohol (which is neutral to phenol- 
phthalein) %nd the solution titrated with N/io sodium hydrox- 
ide sdlutio^j, usin^ phenolphthalein as indicator. In this way 
the percentage of oleioacj/I in the polish is ejetermined. 

Mineral acids shpuld not be present in tliese poltehdb ; they 
ifiay be tested ior iti t^e solution obtained by shaking some of 
fhe^)olish witn water. 
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0?calif acid iliay be present, and the presence of a small 
quantity of this substance is nob objectionable. • 

t • (f) Mineral Matter . — The mixture remaining after*&tracj 
tion wkh light petj^oleum {b) may be extracted ^ivith ajcohol 
ft*)r removal ot soap, and with water for removal of sodiunf, 
carbonate,* ete. The residue tmay be examined for grif by 
rubbing some ^)f it in a basin with a flat-headed glass rod. 

{dyFlash Point.-9-Thxs determination is of importance 
in connection with the storage of these preparations. It is 
carri^ out as described on page 247. 

/ • 

• If alcohol is present in a liquid metal polish, its amount 

may ])e determined as in the case of an alcohol-soap mixture, 
page 249. 

Ammonia, if present, may be cl-^termined by distillation 
into a measured volume of a standard solution of an acid. 
(See KJeldahl Determination of Nitrogen, Vol. II.) 

Polishing Pastes. 

With these preparations the following series of tests may* 
be carried out : — 

{a) Determination of volatile matter. 

{bj Extraction by ether for removal of fat, fatty acl J and 
mineral oil. The fatty acid in the residue, obtained after 
remoVal of ether from this extract, is determined as des- 
^ri-bed v)n page 272. Another portion of the residue is boiled 
, under rf-^jflux for half an hour with semi-normal alcoholic sodium 
hydroxide solution, whereby the free fatty acid is neutralised 
and any ht niesent saponified. Mineral oil, vaseline, or other 
unsaponifiable matter, ’remaining in the soap solution thus 
uhtaiii-Uj L Extracted after dilution with water by means of 
light petroleum. /The total residue from the ethereal Ixtract, 
less the sum of the fatty acid (calculated as oleic acid) and the 
mineral oil, gives the amount o^ fat. (Compare unsaponifiable 
matter in soap, p. 68.) 0 , 

(/) Extraction of the residue with alcohol for the renjoval 
of soap, after removal o( the fat, fatty aci J find mineral oil, 
followed by extraction with water for removal of sodium car- ^ 
bonate, etc. (see Chapter III.). The final residue is^hen tested 
for grit .as ^escribed above. 

(d) Testing for minetal acids in an aqueous extract of the 
ijriginal past^. 

18 • 
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‘ Nitrobenzene is usually added in small quantity to •these 
t^prepar|tions to mask the odour of the fatty acids.' 

Thi Use of^ Aluminium and Soda for«Removing Tarnifii^ 

^ » 

Metals which are not attacked by solutions of alkaline 
carbonates, e.g. silver, may be cleaned by placing the tarnished 
surface in contact with a piece of aluminium foil, which'is then 
immersed in a warm solution of sodium carbonate or washing 
soda, ^ 

^ The aluminium dissolves in the alkaline solution with* the 
evolution of hydrogen ; the oxides and sulphides of which the< 
tarnish i§ composed are thus reduced, leaving a clean metallic 
surface. 

The following equa^on shows the reaction between the 
aluminium and sodium carbonate : — 

NaaCOa + 2AI + =* NaaQ^laOa + sHj + CO2. 

^ Sheets of metal are now sold for this |>urpose under various 
names, and may be shown by the usual qualitative reactions 
^0 be composed of aluminium. 

Powders sold for use with the metal should be examined 
in the manner described for water softeners (see p. 36). 

FURNITURE POLISHES. 

These preparations ‘are usually mixtures 01 suosiancea 
such as beeswax, paraffin wax and turpentine. Sometimes, in 
addition, they contain soap and water. 

In analysing such a mixture the volatile matter would be 
determined and the residue extractedtwjth ether for removal 
of wax. The relative proportions of beeswax •and^parafiin 
wax in*a mixture of these two substances is determined as 
described in Vol. 11 . After extraction with ether, any soap 
in the residue may be extractqji by means of alcohol. 

BOOT POLISHES. 

mack boot polishes often consist of mixtures of a saponifi- 
able oil orla wax, such as beeswax, carnauba or paraffin wax, 
with sugar, sulphuric’ actd, glycerine, turpentine^and finely 
divided carbon, sujA as lampblack oi^animal charcoal, 
f By the aKtion ofjsulphurfc acid on animal •eharooal dift 
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carbon is^set free in a very fin^ state of 'division, thd calcium 
phojphate being converted to licid calcium phosphat^«which 
leads to the removal of the sulphuric acid. Carbon is als^ 
<?e! freo from the sugar by the sulphuric acid. 

This apid, if present in excess, would lead to the destruction* 
of the leather to \^hich the perish is applied. 

Owing to 'che hygroscopic nature of glycerine, the presence 
of this*^ substance in ^ boot polish serves to keep the latter 
moist It also facilitates the distribution of the polish, keeps 
the Iftather soft and prevents the growth of moulds in the 
prefiaration. • 

' In analysing these mixtures the volatile matter is first 
detewnined. Its nature is ascertained by steam distillation, as 
described under liquid metal polishes. 

Oil and wax are extracted by means of ether from the 
dried material. Extraction, with alcohol of the part insoluble 
in ether will remove glyqprine, some sugar and possibly a dye. 
Afta* evaporation of the alcbhol, glycerine is tested for by 
means of the borax test (see p. 58). • 

Sugar may 'be determined in an aqueous extract of the^ 
preparation, by means of Fehling’s solution, before and after 
inversion (see Vol. II.). 

The amount of carbon is determined by noting the loss in 
weight on igniting some of the dried residue obtained after 
extracLoh with ether, alcohol, and water. If bone black w*as 
used in the preparation of the material, a residue containing 
calcium phosphate will be obtained after the removal of the 
carbon. 

Free acid or alkali may be determined in an aqueous 
extract of the polish. , 

In biO’.vii polishes yellow ochre or other pigment is used 
insteaa of carbon. 


GLAZES ANI> ENAMELS. 

The methods employed for the production and glaziag of 
pottery ware,^hina, etc.^ and also of enamels, will be con- 
sidered in the course of the lectures. It i^, the^fore, ♦ oi^y 
necessary here to discuss briefly the pature and properties of 
glazes ifnd, enamels? with reference^ to their use for various 
household utensils, and to desgribe the ifiethods which ma;^^ 
^e employed Yor^examining such y tides* in the t^oratorv.. 
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GRAZES. 

Folt&ry ware can be coated with a vitreous layer or glaze, 
which fendei» it impervious to liquid, arud jvhich may also 
jlsed for carrying out decorative designs. * ^ 

Such glazes are composed essentially of an easily fusible 
glass, frequently a lead glass, and consist, after fusion, of 
silicates, or of silicates and borosilicates^of alkali and alkaline 
earth metals and possibly of lead. 

Other metallic oxides may be added with a view to% pro- 
ducing {a) a coloured glaze for which purpose oxides? .of 
manganese, cobalt, etc., may be used, or (b) an opaque glaze or 
enamel, for which purpose stannic oxide (Sn02) is usually# em- 
ployed. (See also Enamels, p. 282.) 

The r&w ingredients igsed for the production of glaze are 
chiefly: felspar, china clay, chalk, flint, sand, boric acid, 
borax, potash, soda and compounds of lead, e.g. litharge, red 
lead and white lead.* • *• 

# The glaze is applied in the form of a fine suspension in 
water, and the soluble ingredients borax, soda; etc., are previ- 
ously rendered insoluble by fusmg with a portion of the 
ingredients containing lime, alumina, and silica, e.'g. china 
clay, felspar, etc., whereby insoluble silicates and borosilj cates 
are 'formed, and a glaze with better physical properties ob- 
tafned. * c 

The fused mass is run water to separate it' in a granular 
condition and in this form is known as In some cases 

the whole of the ingredients are “ fritted,’’ i.e. subjecfed to 
preliminary fusion before being used. 

The ingredients of the glaze should be adjusted so that 
the coefficient of expansion of the glazi is as nearly is j)ossible 
equal t<j that of the underlying body, or cracking and separa- 
tion of the glaze from the material will occur. 

Lead inr Glaze. 

itfi chfha and earthenware glazes the lead calculated as 
leftd monoxide (PbO) may be from 10-^20 percent;^, occasionally 
^mjre^and ivcrag^s about 17 per cent. 

* Felspar, a name given certain naturally occurring silicates of sodium, 
potassium and aluminiufn, sometimes containing lime (fime*felspait. China clay 
or kaolin, AljO, . aSiOj . 5HaO, produced by th& weathering of felspar. Flint 
Std sand, SiOjf. J^thar^e, UhO. Red lead, //aij jjasic carbonate 

of ]e%d, aPbCO,. Pb(OJi)s,. * 
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in 

in a good '^tmoluble** glaze* however, the proportion of 
'\sokible leadl^ i.e. lead which is soluble in dilute acid^tshould 
very small. 

Method of Determining Soluble Lead in a Frit4 oil 
Glaze . — The British official Aethod is as follows : — 

Oj^e gram of the dried glaze or frit, ground ready for use, is 
shaken continuously Tor an hour with looo times its weight of 
a 0*2; per cent, solution of hydrochloric acid. After being 
allbwed to settle for an hour, an aliquot portion is filtered off, 
the silica separated by evaporation in the usual way, the le^ 
precipitated as sulphide, and finally weighed as sulphate. 

fn this country potters who use no glaze yielding more 
than 5 per cent, of “ soluble lead,” as thus detergiined, are 
exempted from certain restrictions. * Further exemptions are. 
allowed where the glaze used gives not more than 2 per cent, 
of soluble lead.* * 

%ead Dissolved timsned Ware . — Unless the lead is 
completely converted into insoluble compounds on fusion, tfie 
more soluble portions will be extracted by the action of dilute 
acids on the glaze of the finished article, e.g. by the action of 
vinegar or fruit acids such as may be used for culinary pur- 
pose* , 

In Germany the manufacture and sale of glazed ware for 
culifiary ort]r]nking vessels, which yields any soluble lead com- 
.•pound on boiling with 4 per cent.f acetic acid for half an hour 
is prq^ibited, but in this country there is no standard test 
other than that mentioned above. 

JExaminatio ' of Glazed Pottery Ware. 

« 

The complete ^hemical analysis of a glaze can carried 
out by methods similar to those used for the analysis of glass. 
The processes involved are complex and need not be dealt 
with here, but glazed articles •such as are used for ordinary 
household purposes may be conveniently examined in* the 
manner indicated below. 

Flaws in •the Glaze* — A good glaze shoulc^ present a 
smooth, uniform 'r'urface. If a finely divided coloijr^ p6wder* 

j * ** 

^ Le&d ir an insoluble form is less injurious than soluble lead to the 
^ workers who apply the glaze, •and Oliver (“ Dangeifus Trades,” Murray) ad- 
vocates the adoption of the 2 per cent, ^ndard of^olubility^and suggests th% 

. all lead glazel should be fritt^ before use. , * 

t A ^ood vinegir may contain 5 per cent, of acetic a(id, see Vol. H. 
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is rubbed over the surface, ft will collect ,'n any small cracks 
*or pitsTin the glaze, and these will show up when the surfarie is 
Examined with a magnifying lens. ^ 

, *^Grpphite* may be used for light-Co^oured glazfes and 
powdered talc for dark-coloured glazes. 

Stability of the Glaze towarUs Weathering. — The stability 
of a glaze towards prolonged exposure to atmospheric,^condi- 
tions is usually tested by exposing the glaze to the action of 
hydrochloric acid gas for twenty-four to thirty hours. 

The experiment may be carried out in a bell jar ^hich 
fits air-tight on to a glass plate. A shallow porcelain dish 
containing concentrated hydrochloric acid is placed on the 
glass plate. Two narrow porcelain or glass strips are placed 
across th^ rim of the dish and on these the article to be tested 
ris supported. The article is so placed that the glaze is directly 
exposed to the acid fumes, and the whole is then covered with 
the bell jar and allowed to stand for t^^enty-four to thirty 
hours. ^ 

‘ The appearance of the glaze is observed and any white 
/leposit formed is wa.shed off and examined qualitatively. 

Soluble Lead in the Glaze. — The examination of the glaze 
for soluble lead is most important in the case of vessels used 
for fulinary purposes, e.g. casseroles,* etc. Such vessels’when 
bojled with solutions of organic acids, e.g. acetic, malic and 
citric acid, such as might be used in ordinary jprbcessesl' fre- 
quently yield appreciable quantities of lead. (See Masters,*; 
The Analyst,’^ 1919, 44» 164.) , 

The amount of lead extracted will of course depend on the 
extent of glazed surface exposed to the action of the acid, and 
in order to obtain a fair comparison in Vesting v€ssel^of various 
sizes and shapes the results are usually expressed a« miUigretins 
of lead% mononide (PbO) extracted per square decimetre of the 
glaze. 

Since it is difficult to calculate with any degree of accuracy 
the area of the surface attacked, if the glaze is only partially 
covered by the acid, it is advisable to fill the vessel nearly 
fuy with the acid solution, allowing just sufficient margin for 
boiling. 

t « • 

* Casseroles, the vessels ^rfa-referred to, are thosf ciade of bro\yn pott^ 
ware and glazed on thtf inside; vefsels made of “fire-proof chin#* or porcelain, 
which have a glazed surfa&e both inside ^nd out, do not as a rule yield any soluble 
Ifead, but articlesimade ot oijlinary “ kitchen china,'* e.g. basing, pie-^die8,<$tc., 
yield small amounts. « 
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To Lkterminf, the Soluble Ltad in the Glaze of a Gasserole. 
—Hind the capacity of the casserole by filling it wit^^ watei 
frpm a graduated cylinder. • 

t Measure into rtic casserole a volume of 4 per cenj. acetic 
acid nearly sufficient to fill it, i.e. if the capacity is about 2^0 c.o 
measure in 200 clc. Place fhe casserole on a thin asbestos 
pad ap,d heat over a flame. 

Note the time wHen the liquid begins to boil, and continue 
to boil for half an hour. The vessel may be kept covered 
whl/the lid during this operation, and in this way any consider- 
abfe diminution in volume during boiling is avoided. • 

Filter the solution if it is not absolutely clear. Rinse the 
casserole twice with a little hot distilled water and 'add these 
washings, after filtering if necessary, to the rest of the solution. 
When cold, make up the acid solutic^i to its original volume or 
to any convenient measured volume, e.g. 250 c.c., etc. 

Transfer $0 c.<f. of die solution to a Nessler cylinder and 
add 2 c.c. of a satiyated solution of sulphuretted hydrogen, 
stir with a clean glass rod and observe if any brown colota- 
tion is produ'ced. The colour, if any, may vary from the 
least posTiible trace to a deep brown colour with incipient 
precipitation, and the procedure needs to be slightly modified 
according to the depth of colour obtained. 

(1) If a distinct, but not very dark, brown colour is* pro- 
duced, it first advisable to make sure that the coloratioTi is 
due ♦•0 the presence of lead and not to other metals (see 
p. If the coloration is due to lead, the amount of this 
substance present in another 50 c.c. portion of the solution 
may be determined by matching the colour produced, on the 
addition, of sulphuretted hydrogen, with that produced by a 
scaadf:rd lead solution, in the manner described for the de# 
t^mination of l^d in water (see p. 29). 

From this the amount of lead present in the total volume 
of the acid solution, i.e. the total amount extracted from the 
casserole, can be obtained. 

(2) If no colour or only a very fiiint ^oloratioi\js obtained, 
transfer the remainder of the solution ^ to^ a porcelain dish, 
evaporate ddwn to abOul 50 c.c. on a water bath, add a few drops 
of acetic acid and then again examine for ^ead, ajid determine 

the agiount, if in the roanner.described above. 

(* • 

* If only a small volume of acid,^.e. xoo c.c., ^as used for the experiment , 
there is nolravantage to be gained by further co^centrationtand the lead fc^d 
^should be returned as a trace, or as nil, m the case ma^ be, 
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In order to obtain the to\al lead extracted, allQwance must 
be ma(k in this case for the 5b c.c. of solution withdraw^t for 
the first*^experiment, thus if the acid solution was made up to 
25a c.<^ and *50 C.C. withdrawn for the -first experiment tfie 
lead found in the remainder of the solution should be multiplied 

by ^1? = ? to give the total lea(!. 

200 4 ^ 

(3) If a very dark brown coloratio*n is obtained, it is 
difficult to match the colour with any degree of accuracy, and 
the solution should be diluted before the matching ik ^it- 
tompted. 

Fifty C.C. of the solution may be diluted to lOO c.c. and * 
50 C.C. of the diluted solution used for the experiment/ If 
the colour is still found to be too dark, the solution may be 
^till further diluted. * 

Calculation of the Surface. — The area of the glazed surface 
can usually be calculated with suffigent 'accuracy from the 
dimensions of the vessel. ^ ^ 

* Thus casseroles are frequently nearly cylindrical in shape 
Ipd in this case the surface is given by — 

area of base + area of curved surface 
+ 2'Krh 

whefe r — radius of the base and h — height of the vessel. 


Results of Examinatipn for Soluble Leqdr in*‘the Glaze of , 
Casseroles. — As the presence of soluble lead in the glaze of * 
casseroles is a matter of considerable practical importance, the 
results obtained with two different specimens are given in 
detail below. 


Casserole^ I. 

Cap^ity of vessel =140 c.c. 

Diameter of base == 6*5 cm. ) , , ^ _ 

^ ^ ^ I Mean - 6*25 cm. 

„ „ top - 6*0 „ / 

Depth = 5*5 enp ^ 

S«rface^= area of base + area of curved surface 
= TT X Ch'if + 27 r X 3-1 X 5-5 sq. cm. 

= I '4 sq. dm. ‘ * • 

On^ hundred cfc. of 4 per cent acetic ucid were boiled 
gently in the vessel for thfrty minutes, and gt» the end gf this 
time the solution was made up to the original volume.^ 50 c.c. 

An approxinftfbly 4 pet cent, solution of acetic acid is Obtained by 
dilifiinj 5O0C.C. of comnfercial glaciaf acetic acid to i litref * 
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of the solution, oniaddition of ^sulphuretted hydrogen, gave a 
poltur which was too dark to match. This colour w^te found 
tp be due to lead * 

TRe remaining^ c.c. of the solution wete diUiteS to 
ioo C.C. and 25 c.c. of the diluted solution were transferred t6 
a Nessler cylinder and diluted to 50 c.c. On the addition of 
2 c.c^of sulphuretted hydrogen solution, the colour obtained 
was matched by 3-5 c.c. of a standard lead solution, containing 
0*1 mg. of lead per c.c. (see p. 30). 

4 'hus 25 C.C. of the diluted solution contain 0‘35 mg. of Pb. 
And IOO „ ,, ,, ,, ,) I 4^ » f) 

Or 50 „ „ original „ „ 1-4 „ „ 

•And IOO „ „ „ „ „ 2*8 • „ 

Hence the total lead extracted from the glaze ^2*8 mg. 

* 

2-8 

And the lead per sq. dm. of glaze = ” = 2*0 mg. 

•Soluble lead i.s usually* expressed in terms of the oxide 
PbO, and since * 


* PbQ 

Pb 


223 . . . • 223 

— , this gives 2 *0 X -- 
207 207 


2*1 mg. of lead monoxide per sq. dm. of the glaze. 


This experiment was repeated several times with the same 
vessel anddead was extracted in each case. The amount ob- 
^lined in the second experiment was Jess than that in the first 
(viz. ^1*7 mg. per sq. dm.), but did not afterwards diminish 
appreciably with successive treatments. 


Casserole, , 11 . 

Capacity =* 220 c.c. Diameter « 9 0 cm. 
Depth = 5 *0 cm. 

Surface = tt x (4-5)2 + 2'7r x 4-5 x 5 sq. cm. 
= i*7sq. dm. 


Two hundred c.c. of 4 per ceiffir acetic ajid were boiled ^ntly 
in the vessel for thirty minutes, and at the end of this tiiye the 
volume of acid was macje up to 250 c,c. ;g c.c. of this sglu- 
tion gave a faint brown tinge on the addition of «ulphiiretted 
hydrogen. The remainder of the soUition (2«o c.c.) was^ 
>2vapo*atp(J down *0 50 c.c., and the doloiu* then obtained on 
the addition of sulphuretted hydrogen wsis matched by 2 c.c. 
of the standard lead solution. 
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2^2 


Hence 200 c.c. of original |$olution contain 0*2' mg. of Pb, 

250^dc. contain 0*2 x 1 « 0-23 mg. of Pb. 

4 

^olsil lea 3 extracted = 0*23 mg. 


Lead per sq. dm. of glaze = -0*14 mg. 

Lead monoxide per sq. dm. of glaze = 0*14 x 

- o-i6 mg. 


223 

207 


ENAMELS. 

Enamels are essentially glazes, which have been rendered 
opaque by the suspension of solid particles in the vitreous 
cnass of which the glaze 'is composed. For this purpose, as 
already stated (see p. 276), stannic oxide (SnOg) is chiefly 
employed, but other substances, q g. aVitimony oxide (Sb^Pj) 
aqd calcium phosphate, are sometimes us2d. 

Enamel may be used for coating earthenware, or may be 
aFpplied to a metallic surfkce, e.g. iron, but the term enamelling 
is now often restricted to this latter process only. 

The fusion of the enamel on to the metal must be carried 
out at a temperature ibelow that at which the metal begihs to 
soften, and the coefficient of expansion of the enamel must be 
as nearly as possible equal to that of the metal. 

The enamelled articles used for household purposes are** 
made from cast or sheet iron. * 

The basis of the enamel is generally a borosilicate glass 
which is often lead free. 

Examination of Enamelled Ironware.^ 

Enamelled basins, saucepans, etc., may be examined in the 
following manner : — 

Action of Dilute^ Acid oti' the Enamel . — Boil 4 per cent. 
acetS: acich in the vessel for half an hour, as described for 
glared pottery ware. 

Concentarate the acid to a small volume (100 ca), divide 
JntS two portions, examine (<*) for the presence of lead and iron, 
if) for the presence of 4 ny‘dissolved solid raaAter. 

^ *0n account its poisfious propekies the use of antimotf^xide is .pro- 
in Germany. * 
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\a} iransfer the solution to*a Nessler cylinder ^nd make 
it jist alkaline by the addition of colourless ammon^n; sul- 
Then proceed as described on page 31. • 

{by Evaporate ‘the solution to dryness and ^ee if^n^ ap- 
preciable residue is obtained. 

Appearance of the EnaiheL — The enamel if appreciably 
attached by* the acid will lose its gloss, and its appearance 
before and after the*experiment should be carefully noted. 

Examination of the Enamel for Lead . — In dealing with 
efiafcels and glazes which may contain lead, it is important to 
remember that only a small portion, if any, of the lead usec^is 
likely to be soluble in dilute acids (see p. 276) and that the 
tesffe already described deal only with the detection -and deter- 
mination of this soluble lead. ^ 

To detect the presence of lead ai an enamel the following 
tests may be used : — 

I. Moisten a ^alUpiece of filter paper with hydrofluoric 
acfd, place upon tb^ enamel and allow it to remain there for 
some minutes. • 

Wash off Ihe paper, together wilh any pasty mass, into^a 
'platinium dish or crucible. Dilute with water and test for 
lead by the addition of sulphuretted hydrogen. 

t. Moisten a small area of the enamelled surface wt^h con- 
centrated nitric acid. Heat until the acid has evaporated, 
mdision \fith a few drops of water followed by a few drops of 
* a 10 per cent, solution of potassium iodide- The presence of 
ever; ^ trace of lead is sufficient to develop the characteristic 
yellow colour of lead iodide. 
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Acid soap, 63. 
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— salts, 6^^. 
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Alkalis, reactions of common, 34. 
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Aluminium salts, use of, for fireproofing 
120. 

— silicate, see permutite. ^ 

— use of, for removal of tarnish, 274 
Amino acids, 93. 

— Stroup in wool, 90. 

Ammonia m water, 3. 

^ — determination of, 5-9. 

softeners, 33, 35. 

Ammoniacal copper oxide solution, se 
cuprammonium solution. 
Ammonium chloride, standard solutioi 
of, 4. 

— salts, for fireproofing, 120. 
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Anemometer, 202. 

Anhydrides of fatty acids, 66. 

Aniline black, 164. 

Animal fibres, 87. 

Anthracite, 251. 
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Applied Chemistry Reports, 263. 
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— - ^separation of, from silk, 133. 
Asbestos, 87. 

Ash of coal, 251. 

flannelette, 121. 
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Aspirators, 195. 

Available chlorine in bleaching powde 
135* 

hypochlorites, 13^. 
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• B. 

B.Th.U., 240? 

Bar hit H., 224, 231. 
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Benzene foe dry-cleanmg, 170. 
Benzin^or dry-clpaning, 169. 

1 Benzol, w benzenA 

( 2 ^ 5 ) 
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Beifzol, go per cent., 171. 

Bevattf 2$4. 

Bituminors coal, 251. 

B^cacHing’agents, 134-65. 

— by chlorine, 138. 

hydrogen f>etoxide, 146. 

-T-t — lignt and air, 135. 

oxidation, 134. 

potassium permanganate, 153. 

reduction, 154. 

sodium perborate, 151. 

sulphurous acid, 156. 

— of fabrics, 159-62. 

— powder, 135. 

available chlorine in, 136. 

Blfieing, 165. 

Blues, laun^y, 165-67. 

Boiled off silk, 95. 

— oil, 267. 

Bombyx morit 94. 

Books of refefence, 284. 

Boot polishes, 274. 

Borate in soap, 64. 

Borax, 33, 35, 40. 

Boric acid, determination of, 40. 

Boys gas calorimeter, 234-41. 

BtiLtne, 284. 

British thermal unit, 240. 

B,mte burette, 188. 

Burners, batswing, 213. 

— “ Bunsen, 214. 

— fish-tail, 213. 

— ga^ fire, 223. 

— incandescent, 218. 

f inverted, 219. 

upright, 219. 

C. 

Cal., 229, 240. 

Calcium bicarbonate in water, 18, 46, 
48. 

— carbonate from water, ig, 

t in metal polishes, 271. 

water paints, 270. 

— chloride^ standard solution of, 20. 

— stearate, x8, 271. 

— sulphate in water, 18, 47. 

paints, 270, 

Calculations re carbon digxide in aXT 

^ 203. f 

fitils, 260-63. 

— — lead ill casserolds, 280-82. 

softening /if water, 50. 

-X -4 weighting of silk, k04. 

Calorific power, gross, 237, 2i^2, 

net, 241. 

^ 01 coal, 252-57. 

« gas, 234-42. 

. Cmorimetcr, Boys, a3V4Z* 


Calorimeter* Roser^ain, 255; 

— W» Thomson, 252. f 
Candle p^wer, 221. 

ol a flame, 221. 

of gas, 221. 

Candles, det^irfination of meltilig-point, 
04258. 

stearic /icid in, 260. 

Clnopy of gas fire, 225. 

Carbon dioxide, determination of, in air, 

, 177, 184* * 

coal ga'', 206. 

expired air, 196. 

soda substitutes, V -45. 

— monoxide, determination of, m air, 

231. 

coal gas, 207. 

from geysers, 227. * 

— tetrachloride as fire extinguisher, 

264. 

grease solvent, 171. 

Carbonising ol wool, 89. 

Casseroles, test for lead in glaze of, 
278. 

CdfitOT Oil, 55. 

Caustic alkaV* in soap, 60, 63, 65. 

— soda, use of, for softening water, 49. 
Cellestion, in. 

Cellon, III. 

Celluloid, no. 

Cellulose, 87, 107. 

— acetates, in. 

— nitrates, X09. 

— solvents lor, 108, 112. 

Cereal soaps, 59. , 

Challenger, 169, 2/3. <. 

Chardonnet silk( 116. 

“ Chemical Discovery in 20th century,* 
223. * 

“ Chemistry of Petroleum,” 169, 213. 
China clay, 53, 276. 

Chinese blue, 165. , 

Chloride of lime, see bleachmg powder. 
Chlorinated lime, see bleaOiiing gowder. 
Chlorine, action of, on cotton, ii2. 

linen, 124. 

silk, 97. 

wool, 92. 

^ as chloride in water, 9. 

— , — bleaching agent, 138. 

— available, in bleaching powder, 135. 
hypochlorite, 138. 

— test for, in organic eyimpound, 173. 
Chloroform as grease solvent, 171. 
Cholesterol, 62, 89, 

Circulator, water, 226. 

Clay, China, 53, 

Closed typf' geyser, 226. 

O^owes, 20. 

Coal, analysis of, 250. 
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Coal, talorifc4)owet,ot, 251. 

economistti « 57 * - 

— . gas, analysis of, 206*12. 

as substitute for petrol, 262. 

fcomposition of, 212. 

J! — uatf of, for lightingjind heatmg 
213 - 34 - ^ • 

tar disinfectants, 205. 

Cocoa-nut oil, 55- 
Cohen, 200. 

Colet^f 20. 

Collodion, no. a ha 

Combined alkali in soap, 60, 64, 00. 
Cotnraercial soaps, 58-60. 

Conditioning of wool, 94 - 
Congo red, 113, 163. 

Cooling curves, 259* 

C PP^> action of water on, 31. 
Copp^-zinc couple, n. , , , 

Cost, comparison of, for gas and electric 
heating, 263. 

Coste, 234. 

Cotton, 106-22. 

— action of acids on, 

alkalis on. in. 

• other reagents on, 112. 

— mercerised, 112, I14. 

microscopical appearance ot, 107. 

separaticn of, from silk, 132. 

: silk and wool, 132. 

wool, 128. 

Cotton-seed oil, 55 - 
Cresois, 265. 

Cross, 284. 

Crum, TO. 

Cudlanrnouium^ilk, 117. 

— solution, 97. • 

action of, on cotton, 112. 

. — on linen, 124. 

on lustra-cellulose, 119- 

on silk, 97. 

Cuprous chloride, use of, 207. 


Dry-cleaning, 168-76. 
soaps, 173. 

— solvents, 168-73. 

■— meter, 242. A 

— soaps, 74. , , 

Drying of linseed oil, ^ 7 - 
Dyed wool, detection of, 93 - < 
Dyeing of cotton, 113* 

linen, 124. 

silk, 98. 

wool, 93. 

Dyes, acid, 93. 
basic, 93. 
direct, 113. 
substantive, 113- 


Degu’^tming of silk, qf. 

Detergent action of soap. 79-86. 

Dew point, 178. 

— determination of, 179* 

Diazotisation of wool, 90. , 
Diphenylamine and p. mtrobcnzalde 

hyde, mixture of, 226. 

Dirty material, preparation ofi, 79 - 
Disinfectants, crol tar, 265. 

— in soap, 69. 

Distemflbrs, 270. ^ 

Dreosin g, deter mination of, 131- 
Driers, i8fff69. 

Drop number, 78. 

Dry-bulb thetwometer, 180, 103. 


E. 

Eau de Javellc, 138- ^ 

Efficiencies, determination of, 220-31. 
EfFci -ncy of geyser, 228.. 

I ventilation, 201. 

Electric radiator, cost of using, 203. 
Electrical unit, 261. 

Eisner's reagent, 98. 

I Emulsification experiments, 70. 

' Emulsions, 76. 

Enamelled ironware, 282. 

wcaminatioii of, 282. 

Enamels, 270, 282. 

End threads, 127. 

Ether,’ apparatus for distillation of, 170. 

as grease solvent, 169. • 

Ethylene trichloride, as grease solijent, 
171. 

Experimental meter, 244. 
i Expired air, analysis of, 195 - 

collection of, i 95 - 

' Explosion pipette, 208. 

F. 

Fabrics, analysis of mixed, 127-33- 

— bleaching of, 159-62. 
dry-cleaning of, 168-76. § 

Failure of gas supply, causes of, 245. 
Fat, unsaponified in soap, 68. 

Fats, acids from, 56, 61. 

^hydrolysis of, 58. 

— sa»K>nificfition of, 5^ 

Fatty acids, free, in soaps, 67. 

deterir-nation of, 61. 

I — molecular weight of, 70 * 73 ' 

I preparation of, ^6. 

— resip in, 62. • 

FeWftgk solution, use of, 109, 113. 
Ferric fenocj^nide, 101, 166. 

Fibres, anirfial, 87* 

— minefel, 87. 
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^ibrfes, vegetable, 87. 

Fibroin, 94/ 

— determination of, 102. 
billing tl^ads, 127. 

Rre extinguishers, ^563. 
Fireproofing of ^otton, 120. 
Firth, i8lt 
Five light meter, 244. 
Flannflette, 120-22. 

Flash pomt, 247. 

Flat flame burners, 213. 

Flax, 122. 

— retting of, 123. 

Free alkali in soap, 60, 63, 65. 

— ammonia in water, 3-8. 
Frit, 276. 

Fi&chsine, 88. 

Fuel, rationing order, 260. 

~ allowance, 260. 

Fuels, gaseous, 206-46. 

— liquid, 247r50. 

— solid, 250.57. 
furniture polishes, 274. 

G. 


G4S fire radiants, 223. 

— fires, 223. 

— governor, 236. ' 

-1 Heating Research Committee, 224. 

— mantles, 223. 

— Referees, Notification of, 212, 221, 

222, 234, 

— supply, failure of, 245. 

Traction Committee, 263. 

GasLous fuels, 206-46. 

Geyser, efficiency of, 228. ^ ^ 

— production of carbon monoxide in, 

227. 

— Richmond^ section of, 227. 

Geysers, 226-29. 

Glaisher factor, 18 1. 

Glazed pottery ware, 275-83. 

Glazes, lead in, 276. 

Vilycerine or Glycerol, 57, 08. 

Glycine, 93 > 

Gossypium, 106. 

Governor, gas, 236. 

Grains, conversion of, to grams, 51. 
Grease marks, removal of, 174. a' 
Grit ii\.metal polishes, 272^, 273. 

scourers* 75. 

Gross calorific power, <237, 242. 
Gun-cotton, no. 

H. 

— Harcourt pentane lamp, 4 f 2 i. 

Hardness of water, deterrflination or, 

A' hv Boan. 20-2SA 


Hardness of water, determination ol, 
by^H«k«r’5^method, 25-28. , 

permanent, 19, 23, 26. 

removal of, 19* 4 ^ 53 - 

temporary, 18, 23, 25.0 

Hehner, 25, W 7 r 
Heat, conduction of, 224. 

— convection of, 224. 
radiation of, 224, 225. 

Hempel, gas analysis apparatus, 191* 
Heptane, 169. 

High pressute gas, 222. 

Hill, Leonard, 183. 

Household cleansers, 74. 

— gas meter, 242. 

Humidity, relative, 177-84- 

Hydraldite, 158. 

Hydrocarbons in carbolic disinfectants, 

265, 266. 

Hydrofluoric acid, action of, on cotton, 
no. 

on silk, 97, 103. 

Hydrogen in coal gas, determination of, 
208-12. ^ 

— peroxide, determination of, 143 - 45 - 
— use of, for bleaching, 146- 
Hydrolysis Of fats, 54-56* 

soaps, 63. 

Hygrometer, Regnanlt, 179. 

— ventilating, 241. 

Hygrometric state, 177. '■ 

Hygroscopic character of cotton, 113. 
JL, - silk, 98. 

linen, 125. 

wool, 94. 


Illuminating power of coal gas, 221. 
Illumination, use of coal gas for, 213- 

Incandescent gas burners^ 2'i8.2i . , 

mantles, 223. 

Indigo, 166. 

— carmine, 166. 

— white, 166. 

Inflammable solvents, 169. 

./hk stains, 163. 

Inks, marking, 164. 

Iodine* pentoxide, use of, for carbon 
mono)fldt, 232. 

Iron, enamelled, 282. 

— in water, 31. ‘ 

— mould, i6a. , 

— stain8,#f62. , . 

Iodine sotttion for staining, 126. 

: S sulphurous acM,oi 55 - 



Index 




J- 


59. 

J^cl v|tter, 138. 


Kata-thermometer, 183. 
Ktane, 284. • 

KeratlufQO. 

Kerosene, 247. 
Kilogram-calorie, 229, 240. 
Kiiiep|atograph films, 1x1. 

L. 


284. 

asters ^ 25, 278. 

Matthews, 284. 

Medium, paint, 267. 

Melting-point, determiaation of, 258. 
Mercer, 112. ^ 

Mercerised cotton, 114. 

— wool, 91. 

Metal liquid, 271. 

polish^, 271-74. 

solid, 273. 

Metals in water, 28-31. 
Mctaphenylene diamine, use of, 13. 
Meter, experimental, 244. 

— •— gas, dry, 242. 

household, 242. 


Lake^ 91. 

Lanolme, 89. 

Lanuginic acid, 90. 

Lapis lazuli, 165. 

Laundry blue, 165-67. 

Laurie acid, 55, 62, *70, 71. 

Lead in enamels, 283. • 

• glaze of casseroh*, 278. • 

water, 28-31. 

— white, 268, 276. 

Leuco compound, l 96 . 

Lewkowitsch, 59, 284. 

Light, action of, in bleaching, 135. 
Lighting allowance, 262. 
Lignocellulose, 87, 126. 

Lime, * chloride of, see bleaching 
powder. 

— us^ of in softening water, 46, 49. 

Linen, 122-25. • 

^ action of reagents on, ^24. 

- microscopical appearance of, 123. 
Linoleiff acid, 70. 

Linseed oil, 267. 

Liquid blues, 167. 

— fuels, 247. 

Lithopone, 2C8. 

Ltunge and Zeckendorf, l88. 

Lunge nitrometer, 42. ^ 
Lustra-cellulose, X15-19. 

microscopical appearance of, 

Z18. 

properties and reactions of, 118. 

varieties of, ii6-t8. 




Machine ^1 marks, 176.* 

Magenta, 58. « . 

MagnesiuMn^, action of, on toap, 24. 

— — for fire-proofing, 120. f 

— — weighlitig ailk, 99, 

Marking ‘pkB, 164. ^ 


wet, 242. 

Methane in coal gas, deterrfiination of, 
20^-12. 


Met.i> ene blue, 158, 167. * 
Micropfiotographs of fibres. See Plates • 
I and II. 

Microscopical appearance of cotton, 107. 

hemp, 126. 

jute, 125. 

linen, 123. 

lustra-cellulose, 118. 

9 ramie, 125. 

silk, 95. 

wool, 89. 

Milled soap, 59. 

Mineral matter in polishes, 273 
soap, 61, 67. 


Mitchell, 89. 

Mixed fabrics, analysis of, 127-33. 
Moistur^ in coal, determination of, 250. 

soda substitutes, determination 

of, 45. 

Molecular weight of fatty acids, 70. 

I determination of, 73. 


Moore, B., 15. 

Myristic acid, 55» 62, 70. 


N. 

Naphthalene in gas supply pipe, 246. 
— melting-point of, 258. 

^ssler solution, 4. 

^iailerising, 3 

Net calcrific power, 241. 

Neutral fat in soap, 68. 

Nitrate in wate , 10-14. 

Nitration of cellulose, loq. 

Nitrite in water, iflo, 13. 
Nitrocelluloses, 109. * 

Nitrogeh s% nitrate in water, 10-14. 

nitrite |n water, 10, 13. 

^Nitrometer, 42. 

Non-inflanmniabie solf^ipts, 171, 
Notter, 181; 
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picic acid, 55 . 56, 70. 7 ^* 

in metal polishes, 271, 272. 

-L useof,**in^rcmoving grease marks, 

„ 176. 

Olive oil, 55. 

Open type geyser, 226. 

Oxalic acid in metal polishes, 273. 

use of, for removal of iron stains, 

162. 

with potassium perman- 
ganate, 153* 
O^ycellulose, 109. 

Oxygen absorbed, 16. 

determination of, in air, 188, 193. 

— in coal gas, 206. 

in expired air, 196. 

dissolvedln water, 31. ^ 

.Oxidation, bleaching by, I 34 - 


1 Polishing pasties, 273. 

< Power alcohol, 249. 
Pressure oi coal gas, 222. 
PrideauXf 89. 

Primary air, 

Prussian blue, toi, loo. 
Putty, 267. ^ 

Pyroxylins, log. 


Paint, analysis of, 269. 

^ drying of, 267. 

— marks, removal of, 170- 
^ oil, 267-70. 

— water, 270. 

Palm nut oil, 55 * 

— oil, 55. 

Palnutic acid, 55 . 7 o- . 

Par or pari, weighting above, 

Part nitrobenzmdehyde and dipheny 
amine, mixture of, 226. 

Paraffin oil, emulsification of, 7%. 

flash point of, 248. 

— wax, 258. 

Pauly's silk, 117 - 

Pentane lamp, 221. 

Perborate, sodium, 148-52. 

Perborin products, 149- 

'permanent ifardness, 19, *3. *6. 46-53- 

Petror'cMLl^gas a* substitute for, 262. 

- flash point of, 247. 


Quicklime, 47. 


Radiants, gas fire, 223. 

Radiation correction, 254. 

— of heat from flames, 225. 

various sources, 224. 

Rangalite, 158. 

Reactions of alkalis, 34 - 

soap, 57- . ^ 

Reference, books of, 284. 
R^gnauft hygrometer, 179- 
Relative hujpidity, 177M* 

Resin in soap, 54 . 59. °2. 

— detection of, in fatty acids, 62. 
Retting of flax, 123. 

Ricinoleic acid, 55 . 7‘^- 

Ridealf 197 * ,, 

RideaUWalker test, 266. 
Rosenhain calorimeter, 255. 
Rustotiy 200. 


S., 

Salts of lemon, 163- 

sorrel, 163. , 

Sampling coal for analysis, 250. 

— soap for analysis, 61. 

— water for analysis^ i- 
Saponifica#:ion, 54. 

Scorch marks, 164. 

Scourers, 74- 
Scouring of wool, 89. 

Section of geyser, 227. 

Selvage, 127- 


— flash point of, 247- , IsCTaaation of cotton and silk, 132- 

— use of, for dry-cleaning, 169. wool, 128. 

Pettenkofer determinatiop of ca»^a ^ and sill 

At^vlAm T&4.88. .,1 A 


dtoxide, 1^4-88. 

Phenok*. in disinfectants, 265. 
— is soaps, 69. ^ 

Phenoxides, 26^. 
Phbro^ucinol, 126. 

(Picric acid, ii, 08. 

Pigment, 268. 
Plumbosolvency, 29. 
Mshes, boot, 274-^ 

1- furniture, 274.? 

-^ro^tal,, 271-74- 


and silk, 132. 

silk and lustra-cellulose, 133- 

Sericin, 9 V . . .r 

Silica, determination Ct, 40-. , 

in ash ofsilkj determination of, 105. 
in soap, determination of, cro. 

Silk, 94 * 126 . ^ « 

actioi/of acids on, 96. 

^ alkalis on, 97- 

; other reagcntfl «fi. 97- 

— artificial, 114, »33-' 
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— Bomhyx tftori, 94 « 

-^egumming of, 95. 

— of; 98. 

*— cwg, 95 * 

— gelatine, 95. 

— glue, 96- 

— gum, 95- . ^ ^ 

— hygroscopig character 01, 9°* 

m^roscopical appearance of, 95 * 

— raw, 95. 

— souple, 95. 

— Tussah, 95. 

-i«<i^eighting of, 98-106. 

-» wil^ 95* 

— worm, 94- . . . 

Silver, removal of tarnish from, 274. 
Smith, H. L., 25. 

Smithelts flame separator, 217. 
Soap, 54*86. 

— acid, 63. 

— action of, on hard water, 18. 

— adsorption of, 85. 

— alkaline salts in, 6<f, 65. 
—•borate in, 59* 64, 150. 

— carbolic acid in, 6y. • 

. — carbonate in, 59 »^ Ao* ® 4 * ^ 5 * 

combined alkali in, 60, 64. 

— extracts, 74. . 

fatty acids from, 55, 57 » 59 » 

70-73. 

anhydrides from, 66. 

free acid in, 67. 

alkali in, 60, 63, 65. 

— •^lyccrineiin, 57, 68. 

— hydrolysis df, 63, 79 * 

— . raincral matter in, 61, ty. 

— neutral fat in, 68. 

— pastes, 75. 

— preparation of, 54 ‘ 57 * 

— powders, 74. 

reactions of, ^ 7 * 

. resin irf, 54, 59 * 62- 


-If, 54 , 59. 6 

* • s^plin^of, 61. 

silicate in, 59, 64, 66, 

solution, alcoholic, 63, oo* 

— detergent action of, 75-86. 
standard, 20. 


. surface-activity of, 77 - . 

— — suspension of particles in, 80-85 

— unsaponifiable matter in, 68. 

— unsapOnified fat in, 68. 

— water in, 6% 67, 

Soaps, cereal, 59 - 

commercial, 58-6% 

— disinfecting, 69.^ 

— dry>_ 

— dry-cleaning, i 73 * 
fltlcd, 59 ‘e 

— genuine, 59- 


€oap8, hard, 54. 
j — milled, 59. 

— mottled, 59 - 

— soft, 54 » 59 > 

— toilet, 59. 

Soda substitutes, 3^-^ 

Sodium bicarbonate, aeterminauon 01, 

37 * 

loss in weight on heating, 45. 

carbonate, determination of, 37. 

— hydrosulphite, 157, 192* 

— hypochlorite, 137. 

— hyposulphite, 157* ^ 92 * 

— metabisulphite, 157* 

— metaborate, 40. , 

nitrite, standard solution ol, 14. 

— perWate, 36, 148-52. 

— peroxide, 146-48. • 

— pyroborate, set borax. 

Sr^dium sesquicarbonate, 33. 

— silicate in soap, 59 . 64* . 

in water softeners, 39. 

reactions of, 34, 35 - 

— thiosulphate, 157. 

— tungstate, 120, 121. 

Soft soaps, 54. 59 - 
Softening of water, 18, 46-53. 

^ — calculations on, 50-53. 

experiments on, 51-53* 

methods of, 46-50. 

Solid fuels, 250-57. 

Soluble blues, 167. 

— lead in glazes, 278-82. 

matter in ash of flannelette, 121. 

Stain removers, 75, 159-65* 

Stains, removal of, 159-65* 
Stal^mometer, 77. 

Stannic chloride, 99. 

Stannous chloride, 158. 

Starch solution, preparation of, 16. 
Stearic acid, 55, yo, 71. 

determination of, m candles. 260. 

Stearinc candles, 258. 

Stripping salts, 158. 

Sugar in boot polishes, 27^ 275. 

silk, 99. 

Suint, 89. 

Sulphanilic acid, 13. 

Sulphobenzene stearic acid, 56. 
'^^Iphur dioxide, bleaching by, ^^52, 153, 
154 - 57 * . ’ * 

— determiiution of, 155. 

in an, 1^200. 

in coal gas, 2i» 

in worn, 90* § 

SuliAivic acid, action of, on cotton, 
^ • 108. 

•— on linen, 124. 

— on filk, 96. 

.• on wool, 91. 

• • 
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Sulphuric aci^ in air, 196-200. 

in boot polishes, 274, 275. 

SuAace%ic^ity, 77- 
— fension, 77 , i74* . 

Suspended matter air, 200. 
Suspension particles in soap solu- 
• tions, 80-85. 

T. 


Tallow, 55. 

Tannic acid. 97 . QS, 99 , 

Tar marks, removal of, i 7 &- 
Tarnish on metals, 271. 
Tetrfchloroetnane as grease solvent, 

171- 

trapol, 173 - . 

xtile hbres, 87-133* ^ 

lermometer, ^y-bulb, 180. 

Kata, 183. # 

•wet-bulb, 180. 
lomson, W.t Calorimeter, 252. 
korpe, 284. 
kresh, 284. 

llden, 223. ^ . Ml 1 

n, ^eterriHnation of, in silk, 105. 

• silico-phosphate, 99* t 

inhler^ 169, 213. 
itanous chloride, 158. 
oilet soaps, 59- 

otal solids in water, 2. 
richlor^thylcneas grease solvent, 171. 

ristearin, 54 , 55 ' 
ung8#ate, test for, 121. 

'urpentine in paints, 268. 

varnishes, 270, • 

'wUchell reagent, 56. 


Warp, 127. _ 

Washing soda, 33. • ■ 

Water, action metals, 28-3J:/ 

— analysis, 1-321 . , . ... ^ 

' — glass, use of, tor weighting silk, 9,. 

I wd, see hardness of water. 

' — in gas supply pipe, 24^. 

— in soap, 61, 67. 

— paints, 270.* 

— softeners, 33-46- 

^ softening of, 18, 46-53- - 

Wax, paraffin, meltmg-pomt of, 258?® 

use of, for candles, 258. 

Weft, 127. 

Weighing of fabrics, 94 , 127 - 
Weighting of silk, 98-106. 

Westron, 171. 

Westropol, 173. 

Westrosol, 17^- 
Wet-bulb thermometer, 180. 

Wet meter, 242. 

White leai 268, 276. 


U. 


IltramKTine, 165. 

Jnsapoff.fiable matter in soap, 68. 
Jnsaponified fat in spap, 68. 
Jnsaturated tcids, 70, 267. 


V. 


wnuc — 

Whitening, 2^ 270. 

Whitewash, 2^. 

I Whiting, 267, 270. 

Woof, 127. 

I Wool, 89-94. 

— action of acids on, 91. 

j alkalis on, 91. 

' ch’orine on, 92. 

amino group in, 90, 93 * 

— carbonising of, 89. 

— conditioning of,, 94. ^ 

— diazotisation o/, 90. 

— dyeing of, 93. 

— grease, 89. 

— hygroscopic character ol, 94. 

— microscopical appearance of, 89. 

— raw, 89. 

— separation of, from tfotton, i2o. 

^^silk, 131. , 

and cotton, 132. 

— sulphur in, 90. 


■'^ifKthoproteic reaction, 88. 


Varnishes, 270. 

Vatdyc,\66. 

Ventilation, calculation| relating 

29s‘5- ^ 

— efficiency of, 2«i. 

ViAo^, 112. 117. §18; 

V^tile matter in coal, 251. 


Z. 

Zinc, actibh tX water on,^i. 

— chloride, basic, 98, 133. 

— copper couple, ft, 

— hyposulphite, 
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